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(54) A positive type photosensitive image-forming material for an infrared laser and a positive 
type photosensitive composition for an Infrared laser 



(57) A positive image-forming material for use with 
infrared laser comprises: a substrate; a layer (A) con- 
taining not less than 50% by weight of a copolymer 
which contains, as a (^polymerization component not 
less than 10% by mol of at least one of the following 
monomers (a-1) to (a-3), wherein (a-1) is a monomer 
having in the molecule a sulfonamide group wherein at 
least one hydrogen atom is linked to a nitrogen atom, (a- 
2) is a monomer having in the molecule an active imino 
group represented by the following general formula ( I ): 



R 1 -S02-R 2 



(III) 



wherein R 1 and R 2 may be the same or different and R 1 
and Fftepresent a substituted or non-substituted afeyt 
alkenyl or aryl group. The photosensitive image-forming 
material and positive photosensitive composition have 
excellent stabiity of sensitivity with regard to concentra- 
tion of a developing solution, i.e. have excellent devel- 
opmem latnuoe. 



o 
I 

C-N-S- 

I ! I 

OHO 



(I) 



and (a-3) is a monomer selected from acrylamide, 
nriethacrylamide, acrylate, methacryfate and hydroxy - 
styrene. which respective have a phenolic hydroxyl 

CM group; and a layer (B) containing not less than 50% by 

^ weight of an aqueous alkali solution-soluble resin hav- 
ing a phenolic hydroxyl group. The layer (A) and the 

LO layer (B) are laminated on the substrate in that order. At 
least the layer (B) contains a compound which gener- 

O) ates heat upon absorbing ight An image forming mate- 
rial comprises following compound (II) or (III): 

O 

R 1 -SO r SO r R 2 (10 

HI 
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Description 

BACKGROUND OF THE INVENTION 
5 Field of the Invention 

[0001 ] The present invention relates to a photosensitive image-forming material and a photosensitive composition, 
which can be used as an offset printing master. More particularly, the present invention relates to a positive type pho- 
tosensitive image-forming material for use with an infrared laser and a positive type photosensitive composition for use 
10 with an infrared laser, which are suitable for the so-called direct plate making and which are capable of drectty making 
a printing plate using an infrared laser based on digital signals outputted from a computer or the like. 

Description of the Related Art 

75 [0002] Recently, the systems of direct plate making from dgjtal data of computers have been attracted public atten- 
tion, and the various techniques have been developed. As the systems of direct plate making from digital data of com- 
puters, (1) a system using an electrophotography, (2) a system using photoporymerization wherein an Ar laser exposure 
and an after-heating is carried, (3) a system formed by laminating a silver salt layer on a photosensitive resin, (4) a sys- 
tem of a silver master type, (5) a system formed by breaking a silicone rubber layer by the discharge breakage or laser 

20 beam, and the like, have been known. 

[0003] However, in a (1) system using an electro ph otog rap hic method, image forming processes such as electrifica- 
tion, exposure; development and the like are complicated and, therefore, apparatus becomes complicated and large to 
the method (2), since a post-heating step is required and the highly sensitive printing plate is utilized, it becomes Difficult 
to handle the plate in an illuminated room, to the systems (3) and (4), those methods have a disadvantage such as the 

25 complicated processes and a high-cost since a silver salt is used therein. 

[0004] The method utilizing a system (5) is a method which have a high level of performance comparatively, but have 
a problem of the removal of a remaining silicone residue on the print plate. 

[0005] On the other hand, a laser technology has advanced remarkably in recent years and, particularly, high output 
and small-sized solid-state lasers and semiconductor lasers, which have a light emission range from the near rfra-red 
so region to the infrared regpon, are easily available, and they are very useful as light sources for an exposure when direct 
plate making is performed through use of digital data 

[0006] As a conventionally known positive planographic printing plate material for an infrared laser which is used for 
direct plate making conventionally known, an aqueous alkali solution-soluble resin having a phenolichydroxyl group, 
such as a novolak resin, etc. is used. For example, Japanese Patent Application Laid-Open (JP-A) No. 7-285275 sug- 

35 gests image-forming materials in which a compound, which generates heat upon absorbing fight to generate heat, and 
various onium salts and quinonediazide compounds were adding to the aqueous alkali solution-soluble resin having a 
phenolic hydroxy! group, such as a novolak resin, etc. These image-forming materials form an image like that the por- 
tion of a image area cant remove since the onium salt and quinonediazide compound acts as a dissolution inhibitor of 
the aqueous alkali solution-soluble resin, and the portion of a non-imaged area can remove since the dissolution inhib- 

40 itoris decomposed by heat and it donl exert a dissolution tohfortion capabi ity. 

[0007] However, there was a olsadvantage such that the place for treatment is limited under a yellow lamp in such an 
image-forming material, because the onium salts and quinonediazide compounds have a light absorption range to the 
visible radiation range(350 to 500 nm). Further, the developing property in case of using a solution having low develop- 
ing capability, that is, the developing property in the under conditions is insufficient, for example, a decomposition rate 

45 of the heat decomposable material become lower when exposure is performed by using low-power laser. 

[0008] Furthermore, there was a problem that the onium salts and quinonediazide compounds donl have always 
good compatibSty with the aqueous alkali solution-soluble resin and compound which generate heat upon absorbing 
light, therefore, it is difficult to prepare a homogeneous coating solution and to obtain a homogeneous and stable 
uTtage-formtng material. 

so [0009] Japanese Patent Application Publication (JP-B) No. 46*2791 9 discloses an embodiment of forming an image 
by using a novolak resin without using a photosensitive compound, but there were problems that the novolak resin itself 
has poor solvent resistance and, therefore, the plate wear resistance is lowered by use of a cleaner and printing can 
not be performed by using UV ink. 

55 SMUMMARY OF THE INVENTION 

[0010] Accordingly, an object of the present invention is to improve the poor image-forming property of a recording 
layer using an aqueous alkali sotutic*vsoluble polymer compound, and to provide a positive photosensitive image-fomv 
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ing materia) for an infrared laser and a photosensitive composition for an infrared laser which are used for the so-caled 
direct plate making which is capable of directly making a printing plate using an infrared laser based on digital signals 
outputted from a computer or the like. They have characteristics as follows. The positive photosensitive inrage-forming 
material and a photosensitive composition are free from the limitations of the place to be handle, and they can be used 
s in the conventional processing devices and the conventional printing devices, and they have an excellent plate wear 
resistance, and they have a stable sensitivity to the concentration of a developing solution, that is a good development 
latitude. 

[001 1 ] The present inventors have studied intensively. As a result they have found that it is possible to obtain a pho- 
tosensitive image-forming material having an aqueous alkali-soluble polymer compound by the forming specific layer 
10 construction in which the image4ormtng material can be used under a white lamp, and has a remarkably improved 
development latriuda Thus, the photosensitive image-forming material for use with an infrared laser of the present 
invention has been accomplished. 

[001 2] Furthermore, the present inventors have intensively studied about compounds which have an interaction with 
an alkali -soluble polymer compound. As a result, they have found that development latitude is remarkably broaden by 
15 adding a compound of the following specific structura Thus, the positive photosensitive composition for an infrared 
laser of the present invention has been accomplished. 

[0013] A first object of the present invention is to provide a positive type photosensitive irnage-forming material for use 
with an infrared laser which comprise a substrate, a layer (A) and a layer (B) wherein 

20 the layer (A) contains not less than 50% by weight of a copolymer which contains, as a copolymerization compo- 
nent, not less than 10% by mol of at least one of the following monomers (a-1) to (a-3): 

(a-t) a monomer having in the molecule a sulfonamide group wherein at least one hydrogen atom is Inked to 
a nitrogen atom, 

25 (a-2) a monomer having in the molecule an active imino group represented by the following general formula (I): 



0 

I 

30 -C-N-S- (I) 

I I I 

OHO 

35 and 

(a-3) a monomer selected from acrylarnide, rnethacrytamide, acryiate, methacrytate and hydroxystyrene, 
which respectively have a phenolic hydroxyl group; and 

the layer (B) contains not less than 50% by weight of an aqueous alkali solution-soluble resin having a phenoic 
40 hydroxyl group, 

an the layer (A) and the layer (B) are laminated on said substrate in that order wherein at least said layer (B) con- 
tains at least one compound which generates heat upon absorbing light. 

[0014] A second object of the present invention is to provide a positive type photosensitive composition for use with 
45 an infrared laser which comprise at leas^ 

at least one of compound (I) and compound (II) represented by the following formula: 

R 1 -S0 5r S0 2 -R 2 (II) 

so R'-SCfe-R 2 (III) 

wherein R 1 and R 2 may be the same or different and R 1 and R 2 each represents a substituted or non-substituted aikyl, 
aikenyi or aryf group. 

55 BRIEF DESCRIPTION OF THE DRAWINGS 

[0015] Rg. 1 is a schematic dragram showing one embodiment of a continuous coating/drying device used in the pro- 
duction of the image-fon liny material of the present invention. 
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DESCRIPTION OF THE PREFERRED EMBODIMENTS 



[0016] The phot06ensrt?ve image-forming materia] for an infrared laser as the first object of the present invention will 
be described in detail below. 

5 [0017] The photosensitive image-forming material for an infrared laser in the present invention have a photosensitive 
layer which have a double-layer structure. Therefore, the photosensitive image-forming material can have an interme- 
diate layer thereof, on the side dose to a substrate, which is superior in the plate wear resistance and solvent resistance 
because the intermediate layer is containing not less than 50% by weight of a copolymer which contains, as a copoJy- 
merization component, not less than 10% by mol of at least one of (a-1) to (a-3); (a-1) a monomer having in a molecule 

10 a sulfonamide group wherein at least one hydrogen atom is linked to a nitrogen atom (hereinafter, appropriately, 
referred to as a monomer having a sulfonamide group), (a-2) a monomer having ki a molecule an active imino group 
represented by the general formula (1) (hereinafter, appropriately, referred to as a monomer having imino group) and 
(a-3) a monomer selected from acrytarnide, melhaciytarnide, acrytate, methacrytate and hydraxystyrene, which respec- 
tively have a phenolic hydroxy! group (hereinafter, appropriately, referred to as a monomer having a phenoic hydroxy! 

75 group). 

[0018] Further, a layer containing not less than 50% by weight of an aqueous aJkaB solution-soluble resin having a 
phenolic hydroxy! group and containing at least a compound which generates heat upon absorbing ight is formed on 
the above intermediate layer. The use of the above aqueous alkali solution-soluble resin, which may be represented by 
a novoiak resin, can realize the broad development latitude because the resin has a strong interaction with a compound 
20 which generates heat upon absorbing light, a high sensitivity by exposure in an image-forming, and a high development 
inhibition effect in the unexposed areas. 

[0019] Tnere is a fear in the vicinity of the substrate such that a development is not efficiently performed because the 
heat generated by a compound which generates heat upon absorbing Kght is dispersed to the substrate having high 
thermal conductivity, before the temperature of the exposed areas of a photosensitivity layer increases to the heat 

25 region enough to cause the reaction. In the image-forming material of the present invention, the sensitivity and the 
development latitude are improved remarkably because the layer(A), corresponding the intermediate layer described 
above, exists between the layer (B) and the substrate, so a heat generated by the compound which generates heat 
upon absorbing light in layer (B) is not Aspersed to the substrate, and the heat can be eff icierrtty used for devekxxnerrt 
[0020] In the present invention, the use of the ptotoeensrtrve layer having a double-layer structure and the interaction 

30 between an aqueous alkali solution-soluble resin and a compound which generates heat upon absorbing light in the 
layer (B) make it possfole to form a excellent image. Consequently, compounds, such as onium salts, qunonediadide 
compounds or the like having light absorbing region (350-500 nm) within a visixe region, are not required. Therefore, 
the photosensitive imag^-forming material in the present invention can be used under a white lamp, and there is no Dis- 
advantage such that the place to handle is limited under a yellow lamp. Since image formation can be performed with- 

ss out the thermal c^scomposrtion reaction using such as onium salts, quinonediadide compounds or the like, the heat is 
efficiently used for image formation, and the development latitude is remarkably improved. 

[0021] In the present invention, the aqueous alkali solution-soluble polymer compound used for forming the layer (A) 
contains not less than 50% by weight of a cx)pc>rymer (hereinafter refer to a "specific copolymer") containing, as a copo- 
lymerizatfon component not less than 1 0% by mot of at least one of (a-1 ) to (a-3) , (a-1 ) a monomer having a surtona- 
40 rride group, (a-2) a monomer having an active imino group and (a-3) a monomer having a phenolic hydroxy! group. 

(a-1 ) The monomer having a sulfonamide group may include a rTxxomer of a tow-molecular weight compound hav- 
ing in a molecular one or more a sulfonamide group wherein at least one of hydrogen atom bound to a nitrogen 
atom, and one or more poiymerizabie unsaturated bound. 
45 Among them, a low-molecular weight compound having an acrytoy! group, an aJryl group or vinytaxy group and 

a substituted or mono-substituted aminosutfonyl group or a substituted krinosulfonyl group is preferable. 

Examples of these compounds include compounds represented by the following general formula (IV) to (VIII)- 



/ R1 



CHs=C^ (IV) 
CO-X1-R2-SO 2 NH-R 3 
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CHs=C^ 

CO-X2-R5-NH-S0 2 -R s (V) 

CH2=C^ 

R8-SO2NH2 (VI) 



CH*=C^ 

Rio-o-Yi-Ru-SOsNH-R* (V«) 



CHa=C 



\ 

Ri4-o-Y*-Ri*-NHSO*-Ri« (VI) 



Wherein X 1 and X 2 represents respectively .0- or _NR 7 -. R 1 and R 4 represents respectively a hydrogen atom 
or-CBj. R 2 , R 5 , R 9 , R 12 and R 16 represent respectively an aikyiene group, a cydoalkylene group, an arylene group 
or an aralkylene group having 1 to 12 carbon atoms, which may have a substrtuent respectively. R 3 , R 7 and R 13 
represents a hydrogen atom, an alkyl groups acydoafcyl group, an aryl group or an aralcyl group each having 1 to 
12 carbon atoms, which may have respectively a substrtuent R 6 and R 17 represents an alkyi group, a cyctoalkyl 
group, an aryt group or an araikyi group having 1 to 12 carbon atoms, which may have a substrtuent respectively. 
R 8 , R 10 and R 14 represents a hydrogen atom or -CH3. R 1 1 and R 1 5 represents an aikyiene group, a cydoalkylene 
group, an arylene group or an aralkylene group having 1 to 12 carbon atoms, which may have a single bond or a 
substrtuent respectively. Y 1 and Y 2 represents respectively a single bond or -CO. 

Specifically, rT>*minosurfonyiphenyl methacrytate, N-(p-arwx>surlonytpherryOm N-(p-aminosU- 
fonytphenyf) acryiarride or the Nke can be sutabry used for (a-1). 

(a-2) The monomer having an active irrino group may include a monomer formed of a low-molecular weight com- 
pound having in the molecule one or more active Imino group represented by the aforementioned general formula 
(I) and one or more poryrnerizable unsaturated bound. 

Specifically, concrete exanrptesorfttesecorrpounds 
nesuhonyf)acryiamide or the ike, and can be suitably used. 

(a-3) The monomer having a phenolic hydroxy! group may include a monomer of acryiarride, methacrytarriide, acr- 
ylate, methacrylate or hydroxystyrene, which respectively have at least one phenolic hydroxy! group. 

Specifically, concrete examples of these compounds include N-(44Tydraxyphenyl)aciylamide, N-(4~hydroxy- 
phenyijmethaaylarride, o-hydroxyphenyl acrylate, m-fryoVoxyphenyl acrylate, p^rydraxyphenyl acrylate, o-nydrax- 
yphenyl methacrytate, m4iydroxyphenyl methacrylate, p-hydroxyphenyl methacrytate. o-hydraxystyrene, m- 
hydroxystyrene. p-hydroxystyrene or the like, and can be suitably used 

[0022] rs necessary that the aqueous alkali sokjtion-sokjbJe copolymer contains not less than 10% by moi of at least 
one of the above (a-1 ) to (a-3), as a cxjpotymerization component, wherein said copolymer is the photosensitive image- 
forming material of the presort invention and used for forming the layer (A) adjacent to the substrate, and those which 
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contains not less than 20% by mol is more preferabJa When the copolymerization component is less than 10%, the sen- 
sitivity is reduced because the solubility of the aqueous alkali soK/tion-soiuWe copolymer to an aikaJi developing solution 
is remaining low even after exposura Therefore, the effect of improving the plate wear resistance and sensitivity as an 
advantage in case of using this copolymerization component becomes insufficient. 

[0023] This copolymer may include copofymenzation components other than (a-1) to (a-3) monomer having a phe- 
nolic hydroxy! group listed above. 

[0024] As another coprjlymerization components, for example, monomers specified the following (1) to (12) can be 
used; 

(1) acrylates or metacryiates having an aliphatic hydroxyl group such as 2-hydroxyethyl acrytate, 2 -hydroxy ethyl 
metacryiate or the ike. 

(2) alkyt acryiate such as methyl acrytate, ethyl acrytate, propyl acrytate, butyl acrytate, amy! acrytate, hexyt acr- 
ytate, octyl acrytate, benzyl acryiate, 2-chkxoethyl acrytate, gjycidyl acrytate, Kkimethytaminoemyl acrytate or the 
Ska 

(3) alkyt methacrytate such as methyl methacrytate. ethyl methacrytate, propyl methacrytate, butyl methacrytate, 
amy! methacrytate, hexyl methacrytate, cyclohexyt methacrytate, benzyl methacrytate, 2-chloroethyt methacrytate, 
giycidyt methacrytate, N-rJrnethylaminoethyl methacrytate or the like. 

(4) acrytamide or methaoylamkte such as aoytamide, niethacrylarnide, r^nethytolaciytamide, N-etriylacrytamide, 
N-hexytniethaciylamide, N-cyctohexylaaylamide, N-hydroxyethytaciytan^de, N-phenytacrytanide, N-nitropheny- 
lacrytarride, N-ethyl44-pherrytacrylamide or the fika 

(5) vinyl ethers such as ethyl vinyl ether. 2-chtoroethyt vinyl ether, hydroxy ethyl vinyl ether, propyl vinyl ether, butyl 
vinyl ether, octyl vinyl ether, phenyl vinyl ether or the like. 

(6) vinyl esters such as vinyl acetate, vinyl chotoro ace tate , vinyl butylate, vinyl benzoate or the like. 

(7) styrenes such as styrene, a-methylstyrene, methytstyrene, chloromethytstyrene or the like. 

(8) vinyl ketones such as methyl vinyl ketone, ethyl vinyl ketone, propyl vinyl ketone, phenyl vinyl ketone or the like. 

(9) olefins such as ethylene, propylene, isobutylene, butadiene, isoprene or the Bka 

(10) N-vinyl pyrrofirJone, N-vinyl carbazoJe, 4-vinyl pyridine, acrytonitrile, methacrytonrtrile or the lika 

(11) unsaturated imkte such as maleimide, N-acrytoytacrylamide, N-acetylmethacrylamide, Upropyonylmethacry- 
lamide, M-fj><rfx)kxobenzoyl}methacry^ or the ike. 

(12) unsaturated carboxyic acid such as acrytate, methacrytate, maleic anhydride, Haconic acid, a monomer rep- 
resented by the following general formula (IX) to (XI). 

CH-< Rl 

CO-X-R^-COOH (,X) 



R 3 

R 4 — COOH 



CH2=< 



R 5 

R 8 — O— ¥— R 7 — COOH (X 1 J 



[0025] R 1 . R 3 and R 5 represents hydrogen or a methyl group respectively; R 2 , R 4 . R 6 and R 7 represents an alkylene 
group, a cycloalkylene group, an arytene group or an aralkyteoe grotp having 1 to 12 carbon atoms, which may have a 
sub6tituent respectively; X represents -Q- or .NR 8 -; and Y represents a single bond or -CO. R 8 represents a hydrogen 
atom, an alkyl group, a cydoakvt group, an aryl group or an aralkyl group havirtgl to 12 cartxxi atoms, whi* may have 
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a substrtuent 

[0026] Specific examples of the above monomer include W^4<artxwyphenyf>-n^tt«ci7tanide, N-(2-carboxyphenyl)- 
acrylamide, hK4-c*itorc-2-cartxixypher^ 4-cartxixyphenytethyl methacrylate, 4-carboxystytene, 2- 

caiboxyphenytoxyethyi acryfate or the like, 

5 [0027] As the copolymer contained in the layer (A) in the present invention, those having a weight-average molecular 
weight o4 not less than 2000 and a number-average molecular weight of not less than 500 are preferable. More prefer- 
ably, these copolymers have a weight-average molecular weight of 5000 to 300,000 and a number-average molecular 
weight of 800 to 250,000, and the degree of molecular dspersion (weight-average molecular weight/number-average 
molecular weight) is from 1.1 to 10. 

io [0028] These copolymers contained in the layer (A) may be used single or in combination of above monomers, and 
are used in the amount of not less than 50%, more preferably not less than 55% based on the solid content of all of the 
material forming the layer (A). When the amount of this copolymer is less than 50%, the plate wear resistance of the 
image-forming material is deteriorated. 

[0029] The polymer compound having a phenolic hydroxy! group, such as resole-type phenol resin, novolak-type phe- 

is nd resin or the Ito can be contained in the layer (A) other than the above copolymers. 

[0030] Examples thereof include novolak resin and pyrogaUol acetone resin such as phenol formaldehyde resin, m- 
cresot formaldehyde resin, p-cresoJ formaldehyde resin, o-cresol formaldehyde resin, m-^wnixture creso) formaldehyde 
resin, phenol/cresol (any of m-, p-, o- or mVp-, m-/r>, o-/p-mtxed may be used) mixed formaldehyde resin or the ike. 
[0031] Resor-type phenol resins, phenol/cresol (any of m-, p-, o- or m-/p-, nyfo-, o-/p-mixed may be used) mixed for- 

20 maldehyde resins are preferable, and the phenol resins described in Japanese Patent AppS cation LaidOpen (JP-A) Na 
61-217034 is particularly preferable. 

[0032] Furthermore, a condensation product of a phenol having an aikyl group having 3 to 8 carbon atoms as a sub- 
stituent and a formaldehyde, such as t-butytpbenol formaldehyde resin, octyipbenol formaldehyde resin or the like, may 
be used in combination as described in U.S. Patent Na 4,123,279. These copolymers may be used single or in combi- 
25 nation thereof. 

[0033] An urethane reski may be also contained. Among them, an urethane resin having a carboxy group or a sulfon- 
amide group is preferable The pdyurethane resin used suitably in the present invention is a polyurethane resin having 
a reaction product of a diisocyanate compound and a cfiol compound having, as a basic structure, sulfonamide group 
wherein at least one of H atom bonds to N. 

so [0034] Disocyanate compounds used suitably in the present invention include aromatic disocyanate compounds 
such as 2.4-toryienedirsocyanate, rimers of 2,4-tolylenedisocyanate, 2.6-tolylenedisocyanate, p-xytylene diisocy- 
anate. m-xytylene dSsocyanate, 4,4'-diphenylmethane disocyanate, 1,5-naphtytene disocyanate, 3,3^dimethyt>iphe- 
nyl-4 t 4*-disocyanate or the fike; an aliphatic disocyanate compounds such as hexam ethylene disocyanate, 
trertethytiexamethylene disocyanate, lysine disocyanate, dmer acid disocyanate or the like; an alicyclic diisocyanate 

35 compounds such as isophorone disocyanate, 4,4'-methylenebis{cyck>h^ methyteyctohexane-2,4(or 
2,6)dKsocyanate, 1,3-fisocyaratemethyl)cyck)heKane or the like; and a disocyanate compound, a reactant disocy- 
anate of did such as an adduct between one mol o* 1 ,3-butyiene grycd and 2 mol of trilene disocyanate and or the like. 
[0035] Fiirthermore, a dd corTpound having a sulfonamide group bound to least one of H atom on N includes f>(1 .1- 
dihydrcocymethytethylca^ N-ethyl form of p-{1 , 1 -dtiyduxyirietiiytethyksfborryla- 

40 mino)benzenesultonarnide, KKm-methylsurfonylarri N-{p-methytsuftr> 
nylarrinopherryl)-2£-di ly duxy methylpropanamide, r^m-ethytsuH6nylamirK^ 
dhydraxymethylprop^^ N-{p-ethytsurforrytamirx^ N-(2,2-{dhycbTO- 
yethytarnirKxarbonyf)eth^ f^2^-(dhyotoxyethy»anrinoca^ N- 

(2 ,2-(cSiydrcD<yethytar^ or the Hoe. 

45 [0036] These dkx compounds having a sulfonamide group can be used alone or in combination thereof. 

[0037] ftjrthermore, a diol ccrnpound, which have no sulfonamide group and has another substrtuent which does nc4 
reacting with isocyanate. can be also used in combination with a dd compound having a sulfonamide group. 
[0038] These dol compounds include ethylene glycol, d ethylene glycol, methylene glycol, tetraethylene glycol, pro- 
pylene glycol, rJpropylene glycol, polyethylene glycoi, polypropylene glycol, neopentyt glycol, 1,3-butylene glycol, 1,6- 

so hexanedol, 2-butyM ,4-did, 2,2,4-trimethyl-1 ,3-perrtanerJol, 1 ,4-bis-p4iydraxyethQxycyclohexane, cydohexanedimeth- 
anol, tricycfodecanedmethanol, hydrogenated bisphenol A, hydrogenated bisphenol F, an adduct of bisphenol A with 
ethylene oxide, an adduct of bisphenol A with propylene oxide, an adduct of bisphenol F with ethylene oxide, an adduct 
of bisphenol F with propylene oxide, an adduct of hydrogenated bisphenol A with ethylene oxide, an adduct of hydro- 
genated bisphenol A with propylene oxide, hydtoquinone dhydrcDcyethyl ether, p-xyfylene glycol, dftydroocyethytsutfon, 

55 b*s(2-hycircayethyt)-2,4-torylene c ar bamate, 2,44or/tene-bts(2-hydfr ^ ^ bcs(2-hydroxyethyr)HTVxytyt^ 
dcarbamate, b«s(24Tydrcocyrtriyf) isoprrthalate, 3,Sdhydraxy benzoic acid, 2,2-bis(hydrQxymetriyl)rxopionic acid, 2^- 
bis(2-hydroKyethyr)rxopionic acid, 2£-bis(3-hydraxyprcpy^^ acid, bis(hydrQxymethyl)acetic acid, bis(4-hydrox- 
yphenyQacetic acid, 4.44xs(44Tydaxyp+>enyl)pentarK)ic acid, tartaric acid or the like. 
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[0039] The potyi* ethane resin which can be used in the present invention is synthesized by adding a known catalyst, 
which have adequate activity to the above a diisocyanate compound or a dot compound, to the said compound in an 
aprotic solvent, and heating them. The molar ratio of diisocyanate to a did compound used is preferably from 0.8:1 to 
1.2:1, and more preferably from 0.85:1.1 to 1.1:1. When an isocyanate group is remained at the terminals of the poly- 
5 mer, a polyurethane resin wherein isocyanate groups are not remaining can be obtained f rally, by treating this termi- 
nals with alcohols, amines or the like. 

[0040] The weight-average molecular weight of the ur ethane polymers which can be used in the present invention is 
preferably not less than 2,000, more preferably in the range of from 5,000 to 300.000. The number-average molecular 
weight is preferably not less than 1,000, more preferably in the range cf from 2,000 to 250,000. Degree of molecular 
10 dispersion (weight-average molecular wei^it/humber-average molecular weight) is preferably not less than 1, more 
preferably in the range of 1.1 to 10. 

[0041] Rather, unreacted monomers may be contained in a binder which can be used in the present invention. In this 
case, the ratto of monomers in the binder is preferably not more than 15% by weight 

[0042] Various additives can be added in a composition forming this layer (A), if necessary, other than the above 
15 copolymer compositions. In view of an improvement in property of inhfcrting dissolution of a image part into a develop- 
ing solution, it is preferred to use a material which is thermally decomposable and, in a non-decomposable state, is 
capable of substantially lowering the solubility of an aqueous alkali solution-soluble polymer compound, such as onium 
salt, quinonediazide compound, aromatic strtfone compound, aromatic sulfonate compound or the Ske. 
[0043] Onium salts may include the folowing cfiazonium salts, ammoni urn salts, pho6phonium salts, iodonium salts, 
20 suHonium salts, selenium salts, arsonium salts or the ike. Diazonium salts is particularly preferable in the present inven- 
tion. Furthermore, a particularly suitable diazonium satt includes those which is described in Japanese Patent Applica- 
tion Laid-Open (JP-A) No. 5-158230. 

[0044] Suitable examples of onium salts of the present invention include, for example, diazonium salts described in 
S. I. Schlesinger, Photogr. Sti. Eng., 18, 387 (1974), T. S. Bal et a!., Polymer, 21, 423 (1980), Japanese Patent Appfi- 

25 cation Laid-Open (JP-A) No. 5-1 58230; ammonium salts described in U.S. Patent Nos. 4,069,055, 4,069.056, and Jap- 
anese Patent Application Laid-Open (JP-A) No. 3-140140; phosphonium salts described in D. C. Necker et al, 
Macromolecules. 17, 2468(1984), C. S. Wen et al, Teh, Proc. Conf. Rad. Curing ASIA, p478 Tokyo, Oct (1988). U.S. 
Patent Nos. 4.069,055 and 4.069.056; iodonium salts described in J. V. Crivello et al., Macromolecules, 10(6), 1307 
(1977), Chem & Eng. News, Nov. 28, p31 (1988). EP Patent No. 104,143, US. Patent Nos. 339,049 and 410,201 , Jap- 

90 anese Patent Application Laid Open (JP-A) Noa 2-150848 and 2-296514; suHonium salts described in J. V. Cnveilo et 
al., Polymer J. 17, 73 (1985), J. V. Crivello et al., J. Org. Chem., 43, 3055 (1978), W. R. Watt et al.. J. Polymer Sci.. Pol- 
ymer Chem. Ed.. 22. 1789 (1984), J. V. CriveJo et al.. Polymer Bull.. 14, 279 (1985), J. V. Crivello et al., Macromole- 
cules, 14(5). 1141 (1981). J. V. Crivello et al.. J. Polymer Sci.. Polymer Chem. Ed., 17, 2877 (1979), EP Patent Nob. 
370.693. 233.567. 297.443 and 297,442. U.& Patent Nos. 4.933.377, 3,902.114. 410.201. 339.049. 4.760.013. 

as 4,734,444 and 2.833,827, DE Patent Nos. 2,904,626, 3.604,580 and 3.604,581; selenium salts described in J. V. 
Crivello et al.. Macromolecules, 10(6), 1307 (1977), J. V. Crivello et al., J. Polymer Sci.. Polymer Chem Ed, 17. 1047 
(1979); arsonium salts described in C. a Wen. et al.. Teh, Proa Conf. Rad. Curing ASIA, p478 Tokyo. Oct (1988); or 
the like. 

[0045] Examples of suitable ojuinonediazides include o-ojuinonediazide compound. 

40 [0046] A CKjuinonetfiazide compound used hi the present invention is a compound which has at least one of o-cpji- 
noneciazide group, and can increase the solubility of the resin to alkali by thermal decomposition, and compounds hav- 
ing a various structure can be used. The solubility of a photosensitive material system is assisted by both effects, in the 
image portion, such that o-quinonediazide loses the capability of inhfcrting the dissolution of a binder by thermal decom- 
position and that o-quinonediazide itself vary to an altai-soluble material. As the o-quinoneolazide compound used in 

45 present invention, for example, the compound described in J.Corser light-Sensitive Systems" (John Wiley & Sons. Inc.) 
pp.339-352 can be used, and a sulfonate or sulfonamide of o-quinonediazide, which is reacted with various aromatic 
poryhydroxy compounds or aromatic amino compounds are suitable Esters of benzoquinone(1 ,2)<fiazidesutfonyl cWo- 
ride or naphkxjukK>ne^1,2)~cfe chloride with pyrogallol-acetone resin as descrbed in Japanese Patent 

Application Pubficafon (JP-B) No. 48-28403. and esters of benzoquinone-(1 .2)-dazidesurfonyl chloride or naphtoqui- 

so none-{1 ,2}<iazide-5-su!fonyt chloride with pftenoMormeJdehyde resin are also suitably used. 

[0047] Furthermore, esters of naphtoquinone-{1 £)-diazkie-4-suHorTyl chloride with pherol-formaWehyde resin or 
cresoMormakfehyde resin, and ester of naphtoquiriorte^1j?)-tfazi^ chloride with pyrogallol-acetone resin 

are also suitably used. 

[0048] The amount of the o-quinoneolazide compound is preferably in the rarige from 1 to 50% 
55 eraWy from 5 to 30% by weight and partiajlarty from 1 0 to 30% by weight based on aM of the solid components of the 
layers of the printing plate material. These compounds can be used single or in combination thereof. The other useful 
o-quinoneolazide compounds have been reported in a number of patents and known. Examples thereof include, for 
example, thoGe which are descnhed in each specification of Japanese Patent Application Laid-Open (JP-A) Nos. 47- 
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5303, 48-63802. 48-63803, 48-96575, 49-38701. 48-13354, Japanese Patent Application Publication (JP-B) Nos. 41- 
11222. 45-9610. 49-17481. U.S. Patent Nos. 2.797,213. 3.454,400, 3,544,323. 3.573.917. 3.674.495. 3.785.825. Brit- 
ish Patent Nos. 1.227,602, 1,251,345, 1,267,005, 1,329.888, 1,330,932, German Patent No. 854.890 or the like. 
[0049] The counter ions of onium salts may include tetrafluoroboric acid, hexaftuorophosphoric acid, triisopropylnaph- 
thalenesuHonic acid, 5-nitro-o-toluenesuffonic acid. 5-surfosalicyfic add. 2.5-drrrthylbenzenesurlbnic acid. 2,4.6-tri- 
methylbenzenesutfonic acid, 2-nrtrobenzenesutfonic acid, 3-chlorobenzenesutfonic acid, 3-bromobenzenesuIfonic acid, 
2-fluorocaprytnaphthalenesu)fonic acid, dodecybenzenesuffonic acid, 1-haphthol-5-sutfonic acid. 2-methaxy-4- 
hydroxy-54>enzoyl4>enzenesulfbnic acid, paratoluenesulfonic acid or the like. Among them, alkyi aromatic sulfonic 
acids such as hexaf luoropho6pholic acid, tnlsopropytnaphthalenesutfonic add or 2.5-dimrthyfoerttenesutfonic acid are 
surtabla 

[0050] The amount of the additives other than o-quinonediazide canpound is preferably in the range from 1 to 50% 
by weight, more preferably from 5 to 30% by wei^Tt, and particularly from 1 0 to 30% by weight based on ail of the solid 
components of the layers of the printing plate material. 

[0051] Furthermore, cydicaddanhydrides, phenols and organic acids can be also used in combination thereof for the 
purpose of further improving the sensitivity. As cyclic acid anhydrides, phthalic anhydride, tetrahydrophthalic anhydride, 
hexahydrophthaf c anhydride, 3.6-endoxy-A 4 -tetrahydrophthalic anhydride, tetrachlorophthalic anhydride, maleic anhy- 
dride, chloromeieic anhydride, a-phenylmaJeic anhydride, succinic anhydride, pyromellrtic anhydride or the like as 
descrbed in U.S. Patent No. 4,1 15,128 specification are can be used. Phenols may include bisphenol A. p-nitrophenol, 
p-ethoKyphenol. 2,4,4 , -trirrydroxybenzophenone. 2,3,4-mhydroxybenzophenone. 4-hydroxybenzophenone, 4,4',4 w -tri- 
hydroxytriphenylmethane, 4,4\3 w ,4"-tetiBhydroxy-3,5,3',5^-tetrametl lytti iphenyhnethane or the like. Furthermore, 
organic acids include sulfonic acids, sulfinic acids, aJkylsutfuric acids, phosphonic acids, phosphoric esters, carbQxySc 
acids or the ike described in Japanese Patent Application Lade-Open (JP-A) Nos. 60-88942. 2-96755 or the ike. 
Examples thereof include p-totuenesutfonic acid, dodecyfoenzenesutfonic acid, p-toluenesulfiranc add. ethyteulfuric 
acid, phenytsulfonic acid, phenylphosphinic acid, phenyl phosphoric acid, dphenyt phosphoric acid, aromatic benzoic 
acid, isophthaic acid, adpic acid, p-toluic acid, 3,4-cfimethoxybenzoic acid, phthalic acid, terephthalic acid. 4-cyclohex- 
ene-1 ,2-dicarboxytic acid, erudc acid, lauric acid, n-undecanoic acid, ascorbic acid or the like. 
[0052] The amount of the above cyclic acid anhydrides, phenols and organic acids in the material forming the layer 
(A) is preferably in the range from 0.05 to 20% by weight, more preferably from 0.1 to 15% by weight, and particularly 
from 0.1 to 10% by weight based on all of the solid components of the layer (A). 

[0053] In the present invention, at least one fatty acid having a large number of carbon atoms, so called wax, or its 
derivative can be added in tt>e layer (A) to improve stability before development- Fatty acids or esters of fatty acid having 
an alkyl group or alkenyl group having 6 to 32 carbon atoms (for example, a straight-chain alkyl group such as n-hexyl 
group, n-heptyl group, n-octyi group, n-nonyl group, n-decyi group or n-undecyl group; an alkyl group having branch, 
such as 14-methylpentadecyl group, 16-methy!heptadecyl group; and an alkenyl group such as 1-hexenyl group, 1-hep- 
tenyi group, 1-octenyl group, 2-methyM-hepterryl group) are preferred. Among them, those having an alkyl group or 
alkenyl group having carbon atoms of not more than 25 are preferred in vi^ 
pies of the compounds which can be used as fatty ac« 

undecytic acid, lauric acid, tridecyfic acid, myristic acid, pentadecylic acid, palmitic acid, heptadecyfic acid, stearic acid, 
nonadecanic acid, arachic add, behentc acid, lignoceric acid, cerotic acid, heptacosanoic acid, montane acid, mefcsic 
acid, lacseric acid, undecyfc acid, oleic acid, elairJc acid, cetieinic acid, erucic acid, brasskfic acid or the like. Examples 
of fatty esters include methyl ester, ethyl ester, propyl ester, butyl ester, dodecyl ester, phenyl ester and naphtyl ester of 
these fatty acids. Examples of thkrfatty esters include methytthk) ester, ethytthio ester, propytthio ester, butytthk) ester 
and benzytthio ester of these fatty acids. Examples of amides of fatty acid include amides, methylamides, ethytamides 
or the like of these fatty adds. 

[0054] One or more kinds of these compounds may be used in combination. These compounds are used in the 
amount in the range from 0.02 to 10% by weight preferably from 02 to 10% by weight, particularly from 2 to 10% by 
weip^rt, based on aH of the solid components of the layers of the printing plate material. When the amount of the com- 
pound in layer (A) is less than 0.02%, the development stabiity against the blemishes is insuff iderrt On the other hand, 
when the amount reaches 10% by weight, the effect achieved saturation and. therefore, there is no need to add more 
than. 

[005$] Furthermore, in order to improve the processing stability to variations of development processing conditions, 
nonfonic surfactants descrtoed in Japanese Patent Application Laid-open (JP-A) Nos. 62-251740 and 3-208514, 
amphoteric surfactants described in Japanese Patent Application Laid-Open (JP-A) Nos. 59-121044 and 4-13149 may 
be added to the material forming the layer (A). 

[0056] Examples of noraoric surfactants are sorbrtan tristearate. sorbrtan monopalmitate. sorbrtan trioleate, stearic 
acid monogyceride, poryoxyethytene nonyl phenyl ether and the Nka 

[0057] Examples of amphoteric surfactants are aJkyxJ(aminoethyi)glydne, al kytpoiyami noethytgtyti ne hydrochloride. 
2-alkyl-N-cartxwyethv^^ betaine and N-tetradecyl-N,N-betaine type amphoteric surfactant 
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(for example, trade name; Amogen K, manufactured by DatichikiDgyo K.K.), and the like. The amount of the above non- 
ionic surfactants and amphoteric surfactants in the material forming the layer (A) is preferably in the range from 0.05 to 
15% by weight and more preferably from 0.1 to 5% by weight based on al of the solid components of the layer (A). 
[0058] Dyes and pigments as image-coloring agents and/or printout agents in order to immediately obtain vrsfele 
image after heating by exposure may be added to the material forming the layer (A) of the present invention. 
[0059] Representative examples of printout agents are combinations of organic dyes capable of forming a salt with a 
compound which generate acid by heating by exposure (a photo acid generating agent). Examples thereof are a com- 
bination of organic dyes, which may form a salt and o-raphtrxx^irxxiediazkle-4-sulfonic acid harogenide described in 
Japanese Patent Application LaidOpen Nos. 50-36209 and 53-8128, and combinations of organic dyes, which may 
form a salt and a trihatomethyl compound described in Japanese Patent Application LakJ-Open Nos. 53-36223, 54- 
74728, 60-3626, 61-143748, 61-151644 and 63-58440. Such trihatomethyl compounds are oxazole type corrpounds 
and triazole type cx)rnpounds > and both of them are superior in the stability over time and provides an excellent print out 
image. 

[0060] As the coloring agents of image, various dyes may be used other than the above organic dye6 which form salts. 
Suitable dyes containing organic dyes which form salts include oil soluble dyes and basic dyes Examples thereof 
include Oil Yellow #101, Oil Yellow #103. Oil Pink #312. OH Green BG, Oil Blue BOS, Oil Blue #603. 01 Black BY. Oil 
Black BS and Oil Black T-505 (manufactured by Orient Kagakukogyo K.K.), Victoria Pure Blue. Crystal Violet (CI42555). 
Methyl Violet (CM2535). Ethyl Violet Rhodamine B (CI145170B), Malachite Green (O42000), Methylene Blue 
(CI52015) and the like. Dyes described in Japanese Patent Application Laid-Open (JP-A) No. 62-293247 are particu- 
larly preferred. These dyes may be added in the amount within the range from 0.01 to 1 0% by weight preferably from 
0.1 to 3% by weight based on al of the solids content of the material forming the layer (A). 

[0061] A piastictzer may be added to this material forming the layer (A), if necessary, in order to impart flexibility to 
the coating. For example, butyl phthalyl, polyethylene glycol, tributyl citrate, c5 ethyl phthalate, dfcutyt phthalate, dihexyl 
phthalate, dioctyl phthalate, tricresyi phosphate, tributyl phosphate, trioctyl phosphate, tetrahydrofurfuryl an oleate, an 
oligomer and a polymer of acrylic acid or methacryiic acid and the ike are used. 

[0062] Furthermore, long chain fatty acid ester, long chain fatty acid amide and the like may be added to improve 
strength of fim 

[0063] A surfactant for irnprcving the coating properties, for example, a fluorosurfactant described in Japanese Patent 
Application Laid-Open (JP-A) No. 62-1 70950 may be added to the material forming layer in the present invention. The 
amount is preferably from 0.01% to 1 % by weight more preferably from 0.05% to 0.5% by weight based on all of the 
solid components of the layers of the printing plate material. 

[0064] When the image-forming material of the present invention is used as negative type, in order to form an alkali- 
insoluble film part(an image part), there is need to add a material which crosslinks in the presence of an acid. 
[0065] As the material which crosslinks in the presence of an acid, (a) a compound having two or more hydroxymethyl 
groups or alkoxymethyi groups, epoxy groups or vinyl ether groups within the molecule, which bond to a benzene ring, 
(b) a compound having a N-bydroxymethyl group, N-aJkoxymethyl group or N-acytaxymethyl group, (c) epoxy com- 
pounds and the like are suitably used in the photosensitive layer of the present invention. 

(a) Examples of compounds which have in the molecule two or more hydrcxymethyl groups or alkoxymethyi groups 
which bond to a benzene ring, include methyfol melamine. resole resin, epaxy-modrfied novdak resin, urea resin 
and the Ifce. Furthermore, the compounds Isted in "Crosstinking Agents Handbook" ( written by Shinzo \&mashrta 
& Tousuke Kaneko, Taisetsya Ca.Ud.) are also preferred. Particularly, a phenol derivative having two or more 
hydroxymethyl groups or alkoxymethyi groups in the molecule is preferabi because it provides excellent strength of 
imaging part after printing. Concrete example thereof is resole resin. 

However, these crossMnking agents which crosslinks in the presence of an add are unstable to heat and exhixt 
poor stability during a storage after being incorporated frito an image recording material. On the contrary, a phenol 
derivative which has two or more hydroxymethyl groups or alkoxymethyi groups linking to a benzene ring in the mol- 
ecule, and contains 3 to 5 benzene rings which may have some substituents, and has a molecular weight of not 
more than 1,200, can exhtort good stability in storage and this derivative is used most suitably in the present inven- 
tion. As the above alkoxymethyi groups contained in this phenol derivative, the one having not more than 6 carbon 
atoms is preferably. Preferred and concrete examples of the above alkoxymethyi groups include a methoxymethyl 
group, ethoxymethyl group, n-propoxymethyt group, i-propoxymethyl group, n-butaxymethyl group, i-butaxymethyl 
group, sec-rxrtCDcymethyl group and t-butoxyrnethyl group are preferred. An aJkoxy-subsU tu led alkoxy group such as 
2-methaxyethaxy group and 2-methcDry-l-propyl group is also preferred. 

phenol derivatives having a hydroxymethylg/oupcanbe 
ing no corresponding hydroxymethyl group with formaldehyde in the presence of a basic catalyst. In this case, the 
reaction is preferably carried out at a temperature of 60 °C or lower to prevent resinification and gelation. More par- 
ticularty, the phenol derivatives can be synthesized by the methods described in Japanese Patent Application Laid- 
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Open (JP-A) Nos. 6-282067 and 7-64285 and the lite. 

Phenol derivatives having an alkaxymethyl grotp can be obtained by reacting a phenol derivative having a cor- 
responding hydraxymethyi group with an alcohol in the presence of an acid catalyst In this case, the reaction is 
preferably carried out at a te mper a ture off 100 °C or lower to prevent resirrfication and gelation. More particularly, 
the phenol derivatives can be synthesized by the methods deserted in EP Patent No. 632003A1 and the like. 

(b) Compounds having a N-hydracymethyl group, a N-alknxymethyl group or a N-acytaxymethyl group can include 
a monomer, digorr^-rneiamine-fonriaWehyde condensate and urea-formaldehyde condensate disclosed in EP 
Patent (hereinafter described as EP A) No. 0,133.216. German Patent Nos. 3,634,671, 3,711.264, altaxy-substi- 
tuted compounds disclosed in EP-A No. 0,212.482 and the lite. 

More preferred examples include, for example, a melarrine-formaldehyde derivative having at least two free N- 
hydroxymethyl groups, N-alkoxyrnethyl groups or N-acytoxymethyl groups. Among them, a N-alknxymethyl deriva- 
tive is particularly preferaWa 

(c) Epoxy compounds can include a monomer, a cfimer, an oligomer and a polymer-type epoxy compound wherein 
they have at least one or more epoxy group. Examples thereof include a reactartt of bisphenoJ A and epichlorohy- 
drin, a reactartt of low-molecular weight phenol-formaldehyde resin and eptchtorobydrine and the lite. An epoxy 
resin described and used in US. Patent No. 4,026,705 and British Patent No. 1,539,192 can be also listed. 

[0066] The amounts of a crosslink] ng agent in the present invention, in case of using the crosslinking agent which 
crosslinks in the presence off an acid, is from 5 to 70% by weight, and preferably from 1 0 to 65% by weight based on 
the solid content of the layer (A). When the amount of the crosslinking agent which crosslinks \n the presence of an acid 
is less than 5% by weight, a fUm strength of image part after image are recorded will deteriorate. On the other hand, 
when the amount of more than 70% by weight, it is not preferable in view of the stability during the storaga 
[0067] These crosslinking agents which crosslinks in the presence of an acid may be used single or in combination 
thereof. 

[0068] The coated amount of all of the material forming the layer (A) which may be coated on the substrate of the 
image-forming material is preferable in the range from 0.5 to 4.0 g/rrt 2 . When the coated amount is less than 0.5 g/m 2 , 
the effect of improving the plate wear resistance becomes insufficient. 

[0069] In the image-forming material of the present invention, a layer (B), which contain© not less than 50% by weight 
of an aqueous alkali solution-soluble resin having a phenolic hydroxy! group, is laminated on the layer (A) which formed 
on a substrate by the above specific copolymer and the lite. 

[0070] The resin having a phenofic hydraxyl group, which is a main component forming the layer (B), may include 
novolak resin, for example, phenoHormakJehyde resin, m-cresol formaldehyde resin, p-cresc4-formaJdehyde resin, m- 
/pMTixed cresol-formaldehyde resin, phenol/cresol (any of m-.p- or m-^mixed may be used) mixed formaldehyde resin 
and the lite. 

[0071] These resins having a phenolic hydraxyl group preferably have the weight-average molecular weight off from 
500 to 20,000. and the number-average molecular weight of from 200 to 10,000. 

[0072] Furthermore, a condensate off phenol having an alkyf group having 3 to 8 carbon atoms as a substitute and 
formaldehyde, such as t-butyl phenol-formaldehyde resin and octhyf phenoMccrnaJdehyde resin, may be used in com- 
bination as descrfoed in Lia Patent No. 4123279. Such resin having a phenolic hydroxyl group may be used in combi- 
nation thereof. 

[0073] A compound which generates heat upon absorbing light is also contained with a resin having a phenofic 
hydroxyl group in this layer (B). This compound which generates heat upon absorbing fight is those which has the light 
absorbing region in infrared region of 700 nm or more, preferably in the region off from 750 to 1 20Onm, and exhibits the 
ability to convert light to heat under fight of a wave length within this region. More particularly, various pigments or dyes 
which generate heat upon absorbing fight, in this wavelength region, may be used. 

[0074] As the pig m ent s used in the present invention, commer ci ally available pigments and pigments described in 
Color Index (C.L) Handbook, "SaisNn Ganryo Binran (Modern Pigment Handbook)" (Edited, by Nihon Ganryo Gijutsu 
Kyokai. published in 1 977), "Saishin Ganryo Oyo Gijutsu (Modem Pigment Application Technology)" (CMC Publishing 
Co., pubfished in 1986). "Insatsuink Gijutsu (Printing Ink technology)- (CMC Publishing Co., published in 1984) may be 

utilized. 

[0075] Examples of the pigments are a black pigment a yellow pigment, an orange pigment a brown pigment a red 
pigment a purple pigment a blue pigment a green pigment a fluorescent pigment a metal powder pigment and pd- 
ymer4)onded-pigment More particularly, an insoluble azo pigment an azo lake pic^rtent a condensed azo pigment a 
chelate azo pigment a phthatocyarane pigment an anthraquinone pigment, perytene and perynone pigments, a thioin- 
cfigo pigment a qukiacridone pigment a cfaxazine pigment an isoindolinone pigment, a quinophthafone pigment in- 
mold decorating lake pigment an azine pigment a nitroso pigment a nitro pigment a natural pigment a fluorescent 
pigment an inorganic pigment, carbon black and the like. Among these pigments, carbon black is preferabl a 
[0076] These pigments may be used without a surface treatment or they may be used after a surface treatment Sur- 
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face treating methods include a method of coating a resin or wax on the surface of pigments, a method of adhering a 
surfactant to the surface of pigments, a method of bonding a reactive substance (such as a alane coupling agent epoxy 
compound, potyisocyanate and the like) to the surface of pigments. The above surface treating methods are described 
in Kinzoku Sekken no Seishrtsu to Oyo (Natures and Applications of Metal Soaps)", Saiwai Publishing Co., "Insatsuink 
Gijutsu (Printing Ink Technology)", CMC Publishing Ca, pubfished in 1984; and "Saishin Ganryo Oyo Gijutsu (Modem 
Pigment AppScatkxi Technology)". CMC Publishing Ca. pubfished in 198a 

[0077] The particle size of the pigment is preferably in the range from 0.01 urn to 10 jim, more preferably from 0.05 
jim to 1 \xm, particularly from 0.1 junto 1 jim When the particle size of the pigment is less than 0.01 jim, it is not pref- 
erable in view of the stability of the pigment dispersion in a coating solution for photo-sensitive layer. When the particle 
size exceeds 10 pm, it is not preferable in view of the uniformity of an image recording layer. 
[0078] As a method of dispersing a pigment known methods used for preparing an ink or toner may be employed. 
Examples of a dispersing machine are an ultrasonic oSspersing machine, sand mill, attritor, pearl mill, super mill, ball 
mill, impeller, disperser, KD mil, colloid mil, dynatron, triple roll mill, pressure knead er and the like. Details thereof are 
described in "Saishin Ganryo Oyo Gijutsu (Modem Pigment Application Technology)", CMC Publishing Co., published 
in 1986. 

[0079] As the dye, known dyes which are commercially available or are described in the literature (for example, "Sen- 
ryobtnran (Dye Handbook)" edited by YuJtigosefcagaku Kyokai. published in 1970) may be utilized. More particularly, 
dyes such as an azo dye, a metal complex azo dye, a pyrazolone azo dye, an anthraquinone dye, a phthaocyanine dye, 
a carbonium dye, a quinoneimine dye, a methine dye, a cyarine dye and the Ike are exemplified are specified. 
[0060] In the preset invention, the pigments or dyes absorbing an infrared light or a near infrared i pjrt is particularly 
preferable in these pigments or dyes, for the purpose of the use of laser irradiating an infrared or a near infrared fight 
[0061] As such a pigment absorbing infrared or near infrared light, carbon black is suitably used. Dyes absorbing infra- 
red or near infrared Ight include cyanme dyes described in Japanese Patent Application Laid-Open (JP-A) Nos. 58- 
125246, 59-84356, 59-202829, 60-78787 and the Ike, methine dyes described in Japanese Patent Application Laid- 
Open (JP-A) Nos. 58-173696, 58-181690, 58-194595 and the like, naphthoquinone dyes described in Japanese Patent 
Application LakKDpen (JP-A) Nos, 58-112793. 58-224793, 59-48187, 59-73996, 60-52940, 60-63744 and the like, 
squarylium dyes descrtoed in Japanese Patent Application Laid-Open (JP-A) No. 58-112792 and the like, cyaninedyes 
described in GB 434,875 and the Ilea 

[0082] to addition, near infrared absorbing sensitizers described in U.S. Patent No. 5,156,938 are suitably used. A 
substituted aryfoenzo(th*o)pyrylium salt described in US. Patent No, 3,881,924, trimethinethiapyrytium salt described 
in Japanese Patent Application Laid-Open (JP-A) No. 57-142645 (U.S. Patent No. 4,327,169), pyryfium compounds 
described in Japanese Patent Application Laid-Open (JP-A) Nos. 58-181051, 58-220143, 59-41363, 59-84246, 59- 
84249, 59-146063, and 59-146061, a cyanine dye described in Japanese Patent Application Laid-Open (JP-A) No. 59- 
216146, a pentamethinethiopyryfium salt described in U.S. Patent No. 4,283,475. and the like, pyryfium compounds 
described in Japanese Patent Application Publication (JP-B) Nos. 5-13514 and 5-19702, Epolight 1 1 1-178, Epolight 
1 1 1 -130, Epolight 1 1 1 -125 and the like are also particularly preferably used. 

[0083] Further, other examples of preferable dyes are near-infrared absorbing dyes which are represented by the for- 
mulae (I) and (II) described in US. Patent No. 4,756,993. 

[0084] These dyes or pigments may be added in the image recording material in the amount within the range from 
0.01% to 50% by weight, preferably from 0.1% to 10% by weight, based on the total weight of total solids component of 
material forming the layer (B). to the case of dyes, the amount is particularly from 0.5% to 10% by weight In the case 
of pigments, the amount is particularly from 3.1% to 10% by weight. When the amount of pigment or dye is less than 
0.01 % by weight the sensitivity is lowered. On the other hand, when the amount exceeds 50% by weight the urirformrty 
of the photosensitive layer is lost and toe durability of the recording layer is deteriorated. 

[0085] tt is necessary to add at least one of compounds which generates heat upon absorbing light such as dyes or 
pigments, to the layer (B), and they may be added to another layers in the image forming material, for example, to the 
layer (A) previously explained. 

[0086] As a compound which generates heat upon absorbing light in the present invention, a compound may be 
added to the layer (B) such that the compound has the function of lowering the solubility of the resin, which have phe- 
nolic hydroxy! group and is a constituent material of the layer (B), and further, the above dissolution-lowering function 
is lowered by heating. Examples of the compound include a compound represented by the following formula (XII). 
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(XII) 



[0087] The above compound has a property of absorbing fight to generate heat wherein the absorption region is from 
700nm to 1200nm in the infrared region, and has a good cornpatibifty with an aqueous aJkai sdution-soJutte resin, and 
is a basic dye. This compound can control the solubifty of the resin to an aqueous alkali solution by the interaction with 
the resin, because the compound has groups in the molecule, such as an ammonium group, iminium group and the Ike, 
which can interact with the aqueous alkali sc^ution-soluble resin. Therefore, it may be suitably used in the present inven- 
tion. 

[0068] In the above general formula (XII), R 1 to R 4 each independently represents an alky! group, analkenyt group, 
an alkoxy group, a cydoalkyt group or an aryl group which may have a hydrogen atom or a substituerit and each has 1 
to 12 carbon atoms, and R 1 and R 2 , R 3 and R 4 may binds each other to form a ring. Concrete examples of R 1 to R 4 
include a hydrogen atom, a methyl group, an ethyl group, a phenyl group, a dodecyl group, a naphthyl group, a vinyl 
group, an ally! group, a cyclohexyl group and the Bke. When these groups have a substrtuent the sabstituent may be a 
halog en atom, a carbonyl group, a nitro group, a nrtryl group, a surfonyl group, a carboxyl group, carboxylate, sulfonate 
and the like. 

[0069] R 5 to R 10 each independently represents an aikyt group having 1 to 12 carbon atoms, which may have a sub- 
strtuent and concrete examples of R 5 to R 10 include a methyl group, an ethyl group, a phenyl group, a dodecyl group, 
a naphthyl group, a vinyl group, an aJIyi group, a cyclohexyl group and the like. When these groups have a substituerit 
the substrtuent is a halogen atom, a carbonyl group, a nrtro group, a nrtryl group, a suttonyl group, a carboxyl group, car- 
boxylate, sulfonate and the Rka 

[0090] R 11 to R 13 respectively represent a hydrogen atom, a halogen atom or an alkyl group having 1 to 8 carbon 
atoms, which may have a substrtuent and R 12 may linke to R 11 or R 13 to form a ring. When m is larger than 2, plural 
R 12 may link to each other to form a ring. Examples of R 11 to R 13 include a chlorine atom, a cyclohexyl group, a 
(^cfopenthyt ring or cyclohexyl ring obtained by combining R 12 each other and the like. When triese groups have a sub- 
strtuent examples of the substrtuent include a halogen atom, a carbonyl group, a nitro group, a nitrite group, a surfonyl 
group, a carboxyl group, carboxylate, sulfonate and the fke. In addition, m stands for an integer of 1 to 8, preferably 1 
to 3. 

[0091] R 14 and R 15 irxtependently represent a hydrogen atom, a halogen atom or an aJkyl group having 1 to 8 carbon 
atoms, which may have a substrtuent, and R 14 may finked to R 1 5 to form a ring. When m is larger than 2, a plurality of 
R 12 may combined each other to form a ring. Examples of R 14 or R 15 include a chlorine atom, a cyclohexyl group, a 
cyctopenthyl ring or cyclohexyl ring obtained by combining R 14 each other and the like. When these groups have a sub- 
strtuent the substituerit include a halogen atom, a carbonyl group, a nitro group, a nrbUe group, a surfonyl group, a car- 
boxyl group, carboxylate, sulfonate and the like. In addition, m stands for an integer of 1 to 8. preferably 1 to 3. 
[9092] In the above general formula (XII), examples of anion represented by X- include perchloric acid, te tra flu o ro bo- 
ric acid, hexafluorophosphoric acid, tri^opropylnaphtrtaJenesurfonic acid, 5-nrtro-o-toJuenesurforic acid, 5-surfosalicytic 
acid, 2,5-cSmrthyfoenzenesurfonfo acid, 2,4,6-trimethytoenzenesulfonic acid, 2^rtrobenzenesurfonic acid, 3-chloroben- 
zenesuJfonic add, 3-bromobenzenesuffonic acid, 2-fluorocaprytnaprrthaJenesuffonic acid, cfodecylbenzenesurfonic 
acid, 14iaphthd-5-suH6nic acid, 2-methoxy-4-hyohay-5-b^ acid, paratoluenesuHonic acid or the 

like. Among them, alkyl aromatic sulfonic acids such as hexaflucf cphosphoTic acid, trascpropylnaphthalenesutfonic acid 
or 2,5-c5mrthyt>enzenesurfonic acid are suitable. 

[0093] The compound represented by the above general formula (XII) is a compound generally referred to as a cya- 
nine dye, more particularly, the compounds represented below are suitably used but the present invention is not limited 
by this embodknent 
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Cyanine dye A 




Cyanine dye B 



CIO4 



Cyanine dye C 



Cyanine dye D 



Cyanine dye E 




[0094] In the present invention, in case of using a compound such as the above cyanine dye in the layer (B), the 
amounts of this compound to be added is preferably in the range from 99/1 to 70/30. and more preferably from 99fl to 
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75/25, based on the amount of aqueous aJkali solution-soluble resin in view of the sensitivity. 
[0095] Various adcltives may be added to this composition forming the layer (B), rf necessary. As an additives capable 
of using in the layer (B), any types of additives, which preferably include the listed above addrtives capable of adding to 
a composition forming the layer (A), can be also utilized in a composition forming the layer (B). In addition, when the 
material of the present invention use as a negative image-forming material, it is preferable to add a crosslink! ng agent 
to this layer (B) as wel as the layer (A). 

[0095] These photosensitive layers can be produced generally by the methods of dissolving the above components 
to a solvent and coating on a substrate. However, when the two layers are formed by coating sequentially by normal 
method, a co-dissolution of the two layers occurs by the effect of solvent or the like at the interface between two layers, 
and the situation happens ike that the layer (A) and layer (B) can not be formed separate and distinctly. Therefore, there 
is a fear that the effect of the present invention decrease by the above phenomenon. Accordingly, there is need to form 
the two layers on the substrate, wherein no co-dissolution of them occurs, in producing the image-forming material of 
the present invention. 

[0097] Examples of this method include methods such as a method which use the difference of the solvent solubility 
of a copolymer contained in the (A) and an alkali-soluble resin contained in the layer (B), and a method by drying and 
removing the solvent rapidly after coating the second layer. 

[0098] Now these methods will be described in detail below, but a method of coating two layers separately, wherein 
the double layer is formed, is not Smrted thereta 

[0099] The method, which use the cffference of the solvent solubility of a copolymer contained in the layer (A) and an 
alkafi-soJuble resin contained in the layer (B), is a method which use a solvents for an alkali-soluble resin contained in 
the layer (B),wherein the solvents can not dissolve a copolymers contained in the layer (A) such as the specific copol- 
ymers and copolymers which can be used in combination with the said specific copolymer. This method makes it pos- 
sible to form each layer dstinctty separated even after double layer coating is conducted. 
[0100] For example, the double layer can be formed as folfows; 

at first, selecting a copolymer, in the copolymers having the specific monomer of the layer (A), which is insoluble in 
one solvent wherein an aikaS-soluble resin can be dissoluble in the solvent, such as methyl ethyl ketone, 1 -meth- 
Gxy-2-puropanol or the Ifte; and coating the copolymer on the substrate using the other solvent which can dssolve 
this copolymer; and the drying the layer (A); and coating the layer (B), which is mainly comprising an alkali-soluble 
resin, using the solvent, which dose not dissolve the layer (A), that is methyl ethyl ketone, 1-methoxy-2-puropanol 
or the like. 

[0101] On the other hand, the method, which is performed by drying and removing the solvent rapidly after coating 
the second layer, can be achieved by the method of spraying a high-pressure air through a slit nozzle, constituted at 
almost right angle to a direction of running web, or by the method of giving heat energy wherein the heat is conducted 
from under surface of web of a roll having heating medium therein for example steam (heating roll), or by combining 
these methods. 

[0102] Fig. 1 shows one example of devices which performs continuous coating and drykxj of the second layer (B)on 
the layer (A), after the first layer (A) has been coated and dried. In the device in Fig. 1, a surtace-roughened aJurrtnum 
web was used as a example of the substrate, and the second layer is provided on the first layer coated product wherein 
the first layer was previously provided on this substrate. 

[0103] This device is equipped with a coating head 2 in which a coating solution for second coati ng layer is coated on 
a first coaling layer 1. a first drying zone 3 in which high-speed drying by blowing of hot-air and blowing of high-pressure 
air are performed, and a second drying zone 4 for hot-air drying. The first drying zone 3 is provided with an air inlet 5 
for feeding a hot air, a high-pressure air generator 9 for high-speed drying, a heat exchanger 10. a pressure indicator 
1 1, a high-speed spraying nozzle 12, airflow control dampers 18, 19 and an air exit 6 for exhausting a hot air from the 
system. The second drying zone 4 is provided with an air inlet 7 for feeding a hot ai r and an air exit 8 for exhausting a 
hot air from the system. Furthermore, guide rols 13-17 for conveying an aJurninum web 1 are respectively arranged in 
an appropriate position of this device: 

[0104] In this device, a coating solution for the second layer (layer (B)) is coated on the first layer coated product 1 
(layer (A)) which is continuously running in a rate of 5 to 150m/min through the coating head 2 in a rate of 5 to 40mt/m 2 , 
and fed to the drying zone 3 wherein drying is usually progressed to the first layer coated product 1 wherein the tem- 
perature thereof is usually from 50 to 1 50 °C. An evaporated solved gas is exhausted trough the air 
tern with a hot air. When the drying of the second-layer coating is performed at the inlet or in the vicinity of the Net of 
the first drying zone 3 by the hot air, the second-layer coating is stiH in the undried state generally. 
[0105] This second-coated layer in the undried state is rapidly dried by high-speed air blown to the conveying position 
through the high-speed spraying nozzle 12 arranged almost vertically to the running direction of the first layer coated 
product 1. 
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[0106] high-pressure air is generated by the high-pressure air generating device 9 comprising a compressor or a 
high-pressure blower, and heated to 50 to 200 °C by the heat exchanger 10. and adjusted to desired air flew by the air 
flow control damper 18, 19, and then fed to the high-speed spraying nozzle 12. Therefore, slit-type high-pressure air. 
which have desired temperature and flow rate for drying the second layer f 8m in state undried, can collide hardy, and 
this makes it posstte to evaporate a solvent from the coated product rapidly within very short time and to form the sec- 
ond layer. The internal pressure of in the nozzle 12 which blow high-pressure air is usually 300 mmAq (h^O) to 3 
kg/cm 2 , and preferably 1000 mmAq (HgO) to 3 Kg/cm 2 . The flow rate of spraying air through the high-speed spraying 
nozzle 12 is about from 20 rrvs to 300 nvs. The width between slits of the high-speed spraying nozzle 12 is about 0.1 
to 5 mm. and preferably 0.3 to 1 mm. In addition, the spraying angle of high-pressure Wast to the first layer coated prod- 
uct 1 is from 0° to 90°. and preferably from 10° to 60°. Furthermore, the number of the nozzle is two in the figure, but 
may be 1 to 8 according to the loading of dry. 

[01 07] Thus, the coating for the second layer is dried by the high-speed air drying in the first drying zone 3. Then, the 
first layer coated product in which the second layer is formed thereon is fed to the second drying zone, and is heated 
by hot-air of the temperature of 30 to 200 °C from the intake vent 7. Consequently, the trace amount of the residual sol- 
vent in the coating is controlled in the range from 30 to 200 mg/m 2 . The solvent gas is exhausted from the exhaust vent 
8 with hot air. Thus, the desired double tayered-coating can be achieved by these drying operation. 
[01 08] Alternatively, as example of the latter method, a drying by a heating roi may be conducted instead of the drying 
by high-speed blast as described above for forming the photosensitive layer of image-forming material of the present 
invention. One example of the devices in this case is a device wherein high-pressure generating device 9, heat 
exchanger 10, pressure gauge 11, high-pressure air spraying nozzle 12 and air flow control damper 18, 19 is not 
equipped, but a heating roll is equipped instead of a guide roi in Fig. 1. In this case, the surface of the roN can be heated 
to a temperature of from 80 to 200 °C by provided the heating medium, such as steam, inside the roll. The surface of 
the such heating roi can provide the heat energy to an aluminum web of the first layer coat product, thereby making it 
possible to perform drying. 

[01 09] Furthermore, the combination of the dryings by a high-speed air and by a heating roi can be conducted pref- 
erably, as the method of rapidly removing the solvent from the coating. Example of the device in the case, for example, 
is a device of Rg.1 whereki a healing roH is placed instead of a guide roll 14, and this device makes rtposstole to rapidly 
evaporate the sofvent 

[0110] The above example such as the device of Fig. 1 is designed to conduct hot-air drying in the first drying zone 
3, and then a hot-air drying and high-pressure air drying or/and a drying by using a heating roil are conducted. However, 
the first drying by hot-air may be omitted, and the drying by high-pressure air may conduct immediately after the coat- 
ing. 

[01 1 1 ] As the method of forming the image-forming material of the present invention, a method using the continuous 
coating and drying device, such as the device described Fig. 1, is preferable because the continuously coating and dry- 
ing method is very efficiently in view of the extension of the degree of freedom of blending. 

[0112] It is preferable to place a device for coating and drying of the first layer at upstream of the device for coating 
and cfrying of the second layer, and these devices may be the same device each other. Further, it is preferable to place 
a surface-roughening means at upstream of a coating head of the device for coating and drying of the fkst layer. These 
methods, which can perform a continuous production which use a continuously running substrate, is preferable in view 
of an improvement in productivity. 

[0113] The wei^rt ratio of a layer (A) to a layer (B), wherein layer (A) contains not less than 50% by weight of a copol- 
ymer which contains, as a copofymerization component, not less than 10% by mol of at least one of (a-1) to (a-3) and 
a layer (B) contains not less than 50% by weight of an aqueous alkali solution-soluble resin, such as novolak resin, is 
voluntary and not limited, however it ts preferabry from 1 0:90 to 95:5, particularly from 20:80 to 90:1 0 by weigrrt 
[0114] The prx>to6ensrtrve solution to be coated on the substrate rs used by dissolving the cx>rnponents in a suitable 
solvent Examples of the solvents are not limited to specified ones but include ethylene cSchtoride, cydohexanone. 
methyl ethyl ketone, methanol, ethanoi, propanol. ethylene glycol monomethyl ether. 1 -methoxy-2-propanol, 2-methox- 
yethyl acetate, 1nr»ethoxy-2-propyl acetate, dknethoxyethane, methyl lactate, ethyl lactate, N.N-dimethylacetarnide, 
N,hHJvnethylformamide, tetramethytorea, r^nfiethytpyrrolidone, dimethyl sulfoxide, suHolane, rbutyllactone, toluene 
and the like. 

[0115] The concentration of the components (total solid component including additives) in the solvent is preferably 
from 1% to 50% by weight 

[0116] These solvents may be used single or in combination thereof. The coated amount (solid content) obtained after 
coating and drying on the substrate may vary depends on its use, but is preferabry from 0.5 to 5.0 g/rrr 2 for a photosen- 
sitive printing plate. Various coating methods may be used, such as bar coater coating, spin coating, spray coating, cur- 
tain coating, rjp coating, air knife coating, blade coating, roi coating and the like. As the coated amount becomes 
smaler, the apparent sensitivity becomes higher, but the coating properties of the image recording layer deteriorats. 
[0117] A positive photosensitive image-forming material for use with an infrared laser as the second object of the 
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present invention wiH be now described in detai below. 

[01191 The positive photosensitive image-fonrtng material tor use an infrared laser of the present invention is an infra- 
red ray-photosensitive compound, tt is characterized by comprising an alkali-soluble polymer compound and a material 
which generates heat upon absorbing light, and further compris in g at least one of specific disutfone compound or sul- 
fone compound represented by the general formula (II) or (111), or comprising both them. When an laser irradiated to this 
composition, in an exposed areas, the material which generates heat upon absorbing light absorbs light and generates 
heat, and this heat decreases an interaction between an afoali-solubte potymer compound and a compound which is a 
disulfbne compound or suffbne compound represented by the general formula (II) or (III), therefore, alkali-solubility of 
the alkali-soluble polymer compound increases, by the decrease of the above interaction. On the other hand, in an 
unexposed areas, heat is not generated, and the interaction between the alkali-soluble copolymer compound and the 
compound, which is a disurfone compound or suttone compound, donl decreases. That is, an inhibition force of the 
compounds represented by the general formula (II) or (III) to a solubility, which is a solubility of the alkali-soluble copol- 
ymer to an alkali developing solution, is maintained. As a result, the difference of the solubility of the alkali-soluble 
copolymer to the alkali developing solution area becomes large between a fight-exposed area and a light-unexposed, 
and the development latitude becomes broad. 

[0119] The interaction between a suffone compound represented by the aforementioned general formula (III) and 
novolak resin, which is an alkali-sduble polymer, has been described in Prcc.SPIE.vol. 1086, 48(1989). However, this 
literature describes about only an interaction between an additive having the structure of general formula (III) and 
novolak resin as an afcaA-sotuble polymer, but does not describe at aH about a viewpoint of reducing the interaction by 
heat which is generated by the exposure using a laser, and obtaining image. This is a new fincfing found by the present 
invention. Further, the methods has been previously known that a heat-decomposable compound, such as onium salts, 
is added to the infrared ray-photosensitive composition like ft described in said fiterature. In those methods, aJkafc-solu- 
bilrty of an alkaf -soluble polymer is inhftxted when the known heat decomposable compounds in the rxxKtecomposed 
form, on the other hand, alkali-solubility of an alkali -soluble polymer is increase when the known heat decomposable 
compounds in trie decomposed form wherein the inhibiting force is decrease. These methods conducts a development 
by utilzing the difference of those alkali-solubility. However, the present invention can achieve the broader development 
latitude, in comparison with those cases of using the known heat decomposable compourxte. 
[0120] The positive photosensitive composition for use with an infrared laser of the present invention is an infrared- 
photosensitive composition comprising an alkali-soluble polymer and a material absorbing light to generate heat, and 
further comprising at least one of, or both, compounds represented by the following formulas: 

tf-SCfe-SOsrA 2 (II) 

R 1 -SO> r R 2 (111) 

[0121] Wherein R 1 and R 2 may be the same or different, and R 1 and R 2 represent a substituted or non-substituted 
alkyl, afcenyt or aryl group. 

[0122] An aJkyl group of the above generaJ formula (II) or (III) is a straight-chain, branched or cyclic one, and one pref- 
erably having 1 to 10 carbon atoms. Examples thereof include a methyl group, ethyl group, propyl group, butyl group, 
hexyt group, octyl group, decyl group, isopropyl group, isobutyl group, tert-butyl group, 2-ethylheocyl group, cydohexyl 
group and the ike. Examples of a substituted afcyl group include the above afryt group which is substituted by a halo- 
gen atom such as a chlorine atom, an aikoxy group having 1 to 6 carbon atom such as a methoxy group, an aryl group 
such as a phenyl (?oup, an arytoxy group such as a phenaxy group or the ike. Concrete examples thereof include a 
mcffcchfororriethyl group, a cfchotoromethyl group, a trichloromethyl group, a bromomethyl group, a 2-chloroethyt 
group, a 2-bromoethyl group, a 2-methxyethyl group, a 2-ethoxyethyl group, a phenylmethyi group, a naphthyfmethyl 
group, a pherwxymethyl group and the lika 

[0123] An alkenyt group includes, for example, a vinyl group, and a substituted aikerryi group Examples of a substi- 
tuted alkenyl group include a vinyl group substituted by an alkyl group such as methyl group, or an aryl group such as 
phenyl group. Concrete examples thereof include a 1-methytvinyl group, a 2-methytvinyl group, a 1,2-dimethyrvinyl 
group, a 2-phenyhnnyl group, a 2-(p-methylphenyi)viny1 group, a 2-(p-methcoyheny0vinyl group, a 2-(p-chlorophe- 
nyi)vinyl group a 2-(o-chlorophenyi)vinyl group and the Ifca 

[0124] Furthermore, an aryl group is preferably a single ring or two rings. Examples thereof include a phenyl group, 
a a-naphthyl group a p-naphthyl group and the like. Examples of a substituted aryl group include the above aryl group 
substituted by an alkyl group having 1 to 6 carbon atoms such as methyl group, an ethyl group, an alkoxy group having 
1 to 6 carbon atoms such as a methoxy or an ethoxy group, a halogen atom such as chlorine atom, a nrtro group, a phe- 
nyl group, a carboxy group; a hydroxy group; an amide group, an irrtide group, a cyano group or the Bke. Examples 
thereof include a 4~chtorophenyt group; a 2-chforophenyl group, a 4-bromcphenyl group, a 4-retrophenyl group, a 4- 
hydroxyphenyl group, a 4-phenylphenyl group; a 4-methylphenyl group, a 2-methyiphenyl group, a 4-ethylphenyl group. 
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a 4-methoxyphenyl groups a 2-methaxyphenyl group, a 4-ettwxyphenyl group, a 2-carboxyphenyl group, a 4-cyanophe- 
nyl group, a 4-methyl-1 -naphthyl group, a 4-chtoro-1 -naphthyl group, a 5-nitn>1 -naphthyl ojoup, a 5-hydroxy-1 -naphthyl 
group, a 6-cNoro-2-naphthyl group, a 44)romo-2-naphthyt group, a 5Jiydroxy-2-naphthyl group and the Rke. 
[0125] Adisutfone compound represented by the general formula (II) used in the present invention can be synthesized 

5 according to methods descrbed in G.C. Denser. Jr et al. "Journal of Organic Chemistry" 31, 3418-3419 (1966). a 
method described in T.RHiUrtch "Journal of the Chemical Society" 93, 1524-1527 (1908) or a method described in 
O.Hinsberg scripsrt "Berichte der Deutschen Cherrischen GeseitechafT 49. 2593-2594 (1916). That is, a method of 
synthesizing from sulfonic acid represented by the general formula (XIII) using cobalt sulfate in an aqueous solution of 
sulfuric acid, a method of synthesizing from suHonyi chloride represented by the general formula (X IV) using ethyl xan- 

10 thate, or a method of reacting suV inic acid represented by the general formula (XIII) with sutfonyf chloride represented 
by the general formula (X IV) under basic condition. 

R 1 -SO^H (X HO 

is R 2 -SO S >CI (X IV) 

wherein R 1 and R 2 may be the same or different and R 1 and R 2 each represents a substituted or non-substituted aJkyt, 
alkenyl or aryl group. 

[0126] Specific examples of the disuHbne compounds represented by the general formula GO used in the present 
20 invention include the foHowings. 
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[0127] A suHbne compound represented by the general formula (III) used in the present invention can be generally 
obtained by coricf zing the corresponding sulfide compound with a conventional method. 

[0128] Specific examples of the disutfone compounds represented by the general formula (HQ used in the present 
55 invention include the foMowings- 
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[0129] The positive photosensitive composit i on lor use with an infrared laser, as the second object of the present 
invention, can contain any materials which can be used lor forming the aforementioned photosensitive image-forming 
material descrtoed above as the first object Materials, which is used preferably in the aforementioned photosensitive 
image-forming material, can be used preferably in the composition. 

[0130] For example, the resin, which is used in the layer (A) or (B) of the photosensitive image-forming material of the 
present invention, may be used as an alkali-soluble resin for forming the positive photosensitive composition, and a 
preferable resin for the layer (A) and (B) is also preferable for the positive photosensitive composition. Accordingly, the 
resin having an acid group such as carboxyl group, resole type phenol resin or novolak type phenol resin are preferably 
used, and phenol resins described in Japanese Patent Application Laid-Open (JP-A) No. 61 -21 7034 are also particu- 
larly preferably used. 

[0131] These alkali-soluble resins preferably have the weight- average molecular weight in the range of from 500 to 
200,000, and the number-average molecular weight in the range of from 200 to 60,000. 

[0132] Such aJkaK-solubJe resin may be used single or in combination thereof, and used in an amount of 5 to 99% by 
weight, preferably 1 0 to 99% by weight and more preferably 20 to 90% by weight based on all of the solid components 
of the layers of the printing plate material. When the amount of the alkali-soluble resin is less than 5% by weight, the 
durabiity of the recorrjng layer deteriorates. On the other hand, when the amount exceeds 99% by weight of a record- 
ing layer, it is not preferable in view of the sensitivity and durability 

[0133] The weight-average molecular weight of the ur ethane polymers capable of using in the present invention is 
preferably not less than 2,000, more preferably in the range of from 5.000 to 300,000. The number-average molecular 
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weight is preferably not less than 1 ,000, more preferably in the range of 2,000 to 250,000. Degree of molecular disper- 
sion (weight-average molecular waght/nurnber-average molecular weight) is preferably not less than 1, more preferably 
in the range of 1.1 to 10. 

[0134] Unreacted monomers may be also contained in a binder capable of using in the present rrvention. In this case, 
the ratio of monomers in 

[0135] the binder Is preferably not more than 1 5% by weight The alkali-soluble polymer specified above may be used 
single or mixing two or more is also preferable. Among them, mixing ncvolak resin with other binder and using is pref- 
erable. 

[0136] In the present invention, various pigments or dyes, which can be used in the above photosensitive image form- 
ing material of the present invention, can be also used as materials which generates heat upon absorbing light in the 
positive photosensitive composition, and preferable one for them is also preferable for the composition. A method of c&s- 
persing pigments can be also used the same. 

[0137] The particle diameter of a pigment is preferably in the range from 0.01pm to 10 um, more preferably in the 
range from 0.05 jim to 1 um, and particularly preferably in the range from 0.1 umto 1 um. When the particle cfiameter 
of a pigment is less than 0.01 um, it is not preferable in view of stability of a dispersed materal in a photosensitive layer- 
coating solution. On the other hand, when the diameter exceeds 1 0 um, it is not preferable in view of uniformity of the 
photosensitive layer. 

[0138] Particularly preferred examples of dyes include near infrared-absorbing dyes represented by the formula (I) or 
(II) deserted in US. Patent No. 4.756,993 Application. 

[0139] These pigments or dyes can be added to a printing plate material in a rate of from 0.01 to 50% by weight, pref- 
erably from 0.1 to 10% by weight , based on all of the solid components of the layer (B), it is particularly preferably 0.5 
to 10% by weight tn case of pigment it is particularry preferably 3.1 to 10% by weight When the amount of pigments 
or dyes is less than 0.01% by weight the sensitivity is deteriorated. On the other hand, when the amount exceeds 50% 
by weight, the uniformity of the photosensitive layer is lost and durability of the recording layer is deteriorated. 
[0140] These dyes or pigments may be added in the same layer with another components, and may be added in 
another layers which are formed for dyes or pigments. In latter case, it is preferable that the layer, which contain dyes 
or pigments, is laminated to a layer containing a heat decomposable material, which can be used in the present inven- 
tion and substantially reduce solubility of resin in and rKxvdecomposed stata Dyes or pigments and adhesive resin are 
preferably added to the same layer, but may be added to deferent layers. 

[9141] Further, if necessary, various additives, as described in the above photosensitive image-forming material of 
the present invention, can be added in the positive photosensitive competition of the present invention. Preferable addi- 
tive for them is also the same. 

[0142] The amount to be added of r>quinonediazide compound is preferably in the range from 1 to 50% by weight, 
more preferably in the range from 5 to 30% by weight and particularly 10 to 30% by weight based on all of the solid 
components of the layers of the printing plate material. These - compounds may be used single or in combination 
thereof. 

[0143] The amount of the adrJtives other than the o-quinonediazide compound is preferably within the range from 1 
to 50% by weight, more preferably from 5 to 30% by weight and particularry from 10 to 30% by weight based on all of 
the solid components of the layers of the printing plate material. The additives and binders in the present invention are 
preferably continued in the same layer. 

[01 44] Furthermore, the same cycle acid anhydrides, phenols or organic acids, which can be used in the photoserv 
sitive image-forming material of the present invention, may be used in the positive photosensitive corrposrtion. 
[0145] A rate of the above eyeftc add anhydrides, phenols and organic adds m the image-recording material is pref- 
erably 0.05 to 20% by weigM more prefer^ 0.1 to 15% by weight and most r^ 
all of the sofid components of the layers of the printing plate material. 

[01 46] Furthermore, the same non-ionic surfactant and ampholytic surfactant which can used in the rnage-forrning 
material, can be added in an image-recorefng material in order to extend stability of treatment to the developing condi- 
tion. 

[0147] A rate of the above non-ionic surfactant and amphotybc surfactant to the image-recording material is preferably 
0.05 to 15% by weight more preferably 0.1 to 5% by weight based on all of the solid components of the layers of the 
printing plate material. The printing out agents . for obtaining visible image immediately after heating by exposure to 
light and dyes or pigments as a image^xAxing agent can be added to the image-recording material wherein the print- 
ing out agents, dyes or pigments are the same in above image-forming material. 

[0148] As a coloring agent of image, dyes besides the above sart-formrxj organic dyes can be used. Preferable dyes 
include salt-forming organic dyes as well as oil-soluble dyes and basic dyes. These dyes may be added to the image- 
recording material in a rate of 0.01 to 10% by weight preferably 0.1 to 3% by weight, based on all of the solid compo- 
nents of the layers of the printing plate material. 

[0149] Plasticizers may be further added, if necessary, to the image-recording material of the present invention, in 
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order to impart ftexibifity of a film and the ika The plastitizers may be the same with the one can be used above pho- 
tosensitive image-forming material of the present invention. 

[0150] Appropriate image forming materials may be produced by the method that each components are dissolved in 
a solvent and it is coated on a substrate. The solvent and the coating method may be the same with that of the above 

5 image-forming material, but it is not limited thereto. 

[0151] These solvents are used single or in combination thereof. The concentration of the above component in a sol- 
vent (the all of the solids content containing an additive) is preferably froml to 50% by weight. The coating amount on 
the substrate(sond content) obtained after coating and drying varies depend on its use, but for a photosensitive printing 
plate, is generally preferably 0.5 to 5.0 g/m 2 . As a coating method, various methods may be used. 

10 [01 52] A surfactant for improving coating properties may be used in the image-recording layer of the present invention 
as the case of the above image-forming material. The amount is preferably 0.01 to 1 % by weight, more preferably 0.05 
to 0.5% by weight, based on ail cf the solid components of the layers of the printing plate material. 
[0153] Both the photosensitive positive image-forming material for use with an infrared laser and photosensitive com- 
position of the present invention wH be described in detail bellow. 

15 [0154] A substrate which may be used in or with the present invention is a dimensionaly-stabie plate-like material. 
Examples thereof include paper, paper laminated with plastic (such as polyethylene, polypropylene, poly styrene and 
the like), a metal plate (such as aluminum, zinc, copper and the like), a plastic film (such as cellulose cfiacetate, cellu- 
lose triacetate, cellulose propionate, cellulose butyrate, cellulose acetate butyrate, cellulose nitrate, polyethyienetereph- 
thalate, polyethylene, polystyrene, polypropylene, polycarbonate, polyvinyl acetal and the like), paper or a plastic f 1m 

20 laminated or deposited with any one of the above metals. 

[0155] A polyester fim and an aluminum plate are preferable as a sabstrate in the present invention. Among them, an 
aluminum plate is particularly preferable because of its dimensionaJ stability and low cost. Suitable aluminum plate is a 
pure aluminum plate and an alloy plate having aluminum as a main component and containing trace quantities of ether 
elements. A plastic fim laminated or deposited with aluminum may be used. Examples of the other elements contained 

2s in the aluminum alloy are silicon, iron, manganese, copper, magnesium, chromium, zinc, bismuth, nickel, titanium and 
the like. Content of the other elements in the alloy is at most 10% by weight Particularly suitable aluminum is pure alu- 
minum. However, since it is difficult to manufacture completely pure aluminum in view of refining techniques, trace 
quantities of other elements may be contained. As mentioned above, components of aluminum plate used in the 
present invention are not limited to specific ones, Aluminum plates which have been previously known and used can be 

30 arbitrarily used. The thickness of the aluminum plate used in the present invention is approximately 0.1 mm to 0.6 mm, 
preferably 0.15 mm to 0.4 mm, particularly preferably 0.2 mm to 0.3 mm. 

[0156] Prior to roughening of the surface of an aluminum plate, a decreasing treatment is carried out using a sur- 
factant, an organic solvent, an aqueous alkaline solution or the like in order to remove rolling oil from the surface of the 
aluminum plate, if necessary, 

35 [0157] Roughening of the surface of the aluminum plate is carried out by various methods, for example, by a method 
using mechanical roughening, a roughening method of electrochemicaly dissolving the surface or a method of selec- 
tively cfssotving the surface chemically. As a mechanical method, known methods such as ball abrasion, brush abra- 
sion, air abrasion, buff abrasion and the lice may be used. An electrochemical roughening method includes a method 
using alternating or olrect current in a hydrochloric acid or nitric acid electrolysis solution. Alternatively, both methods 

40 can be performed through a coirfc i natfon thereof as disclosed in Japanese Patent Appication Uid-Open (JP-A) Na 54- 
63902. 

[0158] The aluminum plate thus roughened rs subjected to an alkai etching treatment and neutralization treatment if 
necessary and, thereafter, to anocization in order to enhance the water retention characteristics and abrasion resist- 
ance, as occasion demands. As electrolytes for anodizing the aluminum plate, various electrolytes which form a porous 

45 oobde layer can be employed In general, sulfuric acid, phoGphoric acid, oxalic add, chromic acid or a mixed acid thereof 
are used. The concent ra tion of tie electrolyte is a ppropriately selected depending upon the kirid of ^ 
[0159] Conditions for anodmng treatment are not limited to specified ones since they vary with the kind of the etec- 
trotyta Suitable conditions are in the range of concentr ati on of the electrolyte of 1 % to 80% by weight, temperature of 
the solution of 5 to 70 °C. current density of 5 to eOA/dm 2 , voltage of 1 Vto 100 V and an electrolysis time of 10 seconds 

so to 5 minutes. 

[0160] When an amount of an anodized oxide layer is less than 1 .0 g/m 2 . the plate wear resistance is insufficient and 
scratches are easily produced in anon-image part of the ptanographic printing plate and, thereby, so-called "tinting due 
to scratches" is easily Produced. 

[0161] After the anodizing treatment, the surface of the aluminum plate is subjected to a process for imparting 
55 hydrophilictty thereto, if necessary. An example of such treatments includes a method using alkaline metal silicate (for 
example; aqueous solution of sodium silicate) as disclosed in U.S. Patent Nos. 2,714,066, 3,181,461, 3,280,734 and 
3.902,734. In this method, a support is treated by immersing in an aqueous solution of sodium silicate or treated 
through electrolysis. Other methods include a method of treatment of a support with potassium fluorozirconate as cfis- 
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dosed in Japanese Patent Application Publication (JP-B) Not 36-22063 or with polyvkiy^hosphonic acid as disclosed 
in US. Patent Nos. 3,276,868. 4,153,461 and 4.689,272. 

[0162] In the present invention, subbing layer may be applied before a photosensitive layer is coated on the substrate, 
it is preferable to provide subbing layer on the subs trat e, so as to decrease the amount of residual photosensitive layer 
in non-image areas. 

[0163] An organic compound for use in the organic subbing layer is selected from the group consisting of carbaxyme- 
thyt cellulose, dextrin, gum arabic, phosphoric acids such as 2-arrinoethylphosphonic acid having an amino group, 
organic phosphoric acids such as phenylphosphonic acid which may have a subsffluent naphthylphosphonic acid, 
alkylphosphonic acid, glycerophosphonic acid, methylenediphosphonic acid, and ethytened phosphoric acid, organic 
phosphoric acids such as phenylphosphoric acid which may have a substituent, naphthytphosphoric acid, aikylphos- 
phoric acid, and gtycerophosphoric acid, organic phosphinic acids such as phenylphosphinic acid which may have a 
substfluent, naphthytphosphinic acid, alkylphosphinic acid, and glycerophosphinic acid, amino acids such as glycine 
and p-alanine, hydrochloric acid sahs of amines having a hydroxy! group such as triethanolamina These compounds 
may be used alone or in combinations thereof. Further, a polymer compound having a structural unit such as poly(p- 
vinytoenzoic acid) may also be used. 

[0164] An organic subbing layer containing at least one compound selected from organic polymer compounds having 
structural units represented by the foHcwing general formula (XV) is also preferable. 



[0165] R 1 represents a hydrogen atom, a haJogenatcxn or a^ R 2 and R 3 represent independentty a hydro- 

gen atom, a halogen atom, an alkyl group, a substituted alky! group, an aryl grotp. a substituted aryl grotp. -OR 4 , - 
COOR 5 , -CONHF? 5 , -COR 7 or .CN or R 2 and R 3 may bind to form a ring; R 4 to R 7 represents independently an alkyl 
group, an aryl grotp; X represents a hydrogen atom, a metal atom, NR 8 R 9 R 10 R 11 ; R8 to R11 represents independently 
a hydrogen atom, an alkyl group, a substituted alkyl group, an aryl gnxp or a substituted aryl grotp, or R 8 and R 9 may 
combined each other to form a ring; and m represents an integer of 1 to 3. 
[0166] This organk; subbing tayer can be formed by am 

pound is dissolved in water, an organic solvent such as methanol, ethanol or methyl ethyl ketone, or a mixture thereof 
to prepare a coating solution, and thereafter an aluminum plate is immersed in the coating solution so that the organic 
compound is adsorbed on the surface of the aluminum plate to form a subbing layer which is then water-rinsed and 
dried. When the former method is employed, a solution containing 0.005 to 10% by weight of the organic compound can 
be applied by a variety of methods. When the latter method is employed, the parameters of the conditions are as fol- 
lows: concentration of the solution rs 0.01 to 20% by weight and preferably 0.05 to 5% by weight, immersion tempera- 
ture is 20 to 90°C and preferably 25 to 50°C; and immersion time is 0.1 second to 20 minutes and preferably 2 seconds 
to 1 minute. The pH of the (X)atingsolutkxi may b^ar^ustedtotrcKTi 1 to 12 by usec^abasesix^asarnnTonia^triethyl- 
amine or potassium hydroxide or an acid such as hydrochloric add or phosphoric acid. Further, a yelow dye may be 
incorporated into the coating solution so as to improve the reproducibility of the tune reproducibility of the image-form- 
ing material. 

[0167] The desirable coated amount after drying of the organic subbing layer is in the range of from 2 to 200 mg/m 2 
and preferably in the range of from 5to 100 mg/m 2 . If the coated amount is less than 2 mg/m 2 , a sufficient printing dura- 
bility may not be obtained On the other hand, if the coated amount exceeds 200 mgftn 2 , the same undesirable results 
occur. 

[01 68] In the image-forming material of the invention, a protective layer may be provided on a photosensitive layer, rf 
necessary. A protective component inc lu des polyvinyl alcohol, mat materials used for a normal photosensitive image- 
forming material and the like. 

[0169] In reverse side of the substrate, a back coat may be formed, rf necessary. Preferred examples of the back coat 
are a coating layer obtained by an organic polymeric compound described in Japanese Patent Application LakJ-Open 




(XV) 



R 3 
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(JP-A) Na 5-45,885 and a coating layer which comprises a metallic oxide and is obtained by hydrotyzing an organic or 
inorganic metallic compound and pofycondensing the resulting product as described in Japanese Patent Application 
Laid-Open (JP-A) Na 6-35,174. 

[01 70] Among these coating layers, layers made from alkoxy compounds of silicon such as SKOChy* SKOCgKy* 

Si (003147)4 and SKOC^h are particularly preferable, because these compounds are inexpensive and the coating 

layers of metal oxides made from these compounds are excellent in resistance to developing solution. 

[0171] The image-forming material produced as above is usually applied image-exposure to light and developing 

treatment 

[0172] Examples of a light source of active ray, which can be used for an image-exposure to fight, include mercury 
lamp, metal hal'rie lamp, xenon lamp, chemical lamp, carbonarc lamp and the like. Examples of a radiation include elec- 
tron radiation, X-ray, ionbeam, far an infrared rays and the I fee. Further, g-ray, kay, Deep-UV fight, high-density energy 
beam (laser beam) are also used. Examples of laser beam includes helium neon laser, argon laser, Krypton laser, 
hefium cadmium laser, KrFexyma laser and the like. 

[01 73] In the present invention, as a light source of active radiation used for image-exposure to light, a light source 
having illuminating wave length of TOOnm ore more is preferable, and solid laser, semi-solid laser are particularly pref- 
erable. 

[0174] As a developer and repienisher, a known aqueous alkaline solution can be used for the present image record- 
ing material. Examples thereof are inorganic alkali salts such as sodium silicate, potassium silicate, sodium phosphate, 
potassium phosphate, ammonium phosphate, cSsodium hydrogen phosphate, dfpotassium hydrogen phosphate, diaao- 
nium hydrogen phosphate, sodium carbonate, potassium carbonate, ammonium carbonate, sodium hydrogen carbon- 
ate, potassium hydrogen carbonate, ammonium hydrogen carbonate, sodium borate, potassium borate, ammonium 
borate, sodium hydroxide, ammonium hydroxide, potassium hydroxide and Sthkjm hydroxide. Further, organic aJkaJi 
agents such as monomethylamine, dmethylarrine, trimethylamine, monoethyl amine, diethylamine, tnethyfamine, 
monoisopropylamine, disopropylamine, triisopropytamine, n-butyiamrie, monoethanolamine, diethanolamine, trieth- 
anotarrine, rrionoisoproparxilamine, olsopropanolamine, ethyl eri mine, ethyl en ediarrine, pyridine and the like are also 
used. 

[0175] These alkali agents may be used alone or in combination of two or more of them. 

[9176] Among developers containing these alkafi agents, particularly preferable developers are an aqueous solution 
of a silicate such as sodium siicate, potassium sScate and the like. This is beca u se the developing properties can be 
adjusted by changing the ratio and concentration of silicon oxide SiOz as a component of silicate and aJkali metal oxide 
M2O. For example; alkali metal sScates as described in Japanese Patent Application Laid-Open (JP-A) Na 54-62004, 
Japanese Patent Application Publication (JP-B) Na 57-7427 and the like are effectively used. 
[0177] It has been known that when development is carried out using an automatic developing machine, a large 
quantity of planographic printing plates can be processed without replacing a developer in a developing tank for a long 
period of time, by adding to the developer an aqueous solution having higher alkalinity (repienisher) than that of the 
developer. This replenishing method is preferably used in the present invention. In order to enhance or inhtort develop- 
ing properties, or to improve scum dispersing properties formed in a developer and ink-affinity in an image part of a 
printing plate, various surfactants and organic solvents can be added to the developer and repienisher, if necessary. 
Examples of preferable surfactants are anionic, catiorHc, nonionic and amphoteric surfactants. Further, a reducing 
agent such as hyoVoquinone, resorcm, sodium or a potassium sart of an inorganic acid (such as suifurous acid, hydro- 
gen suffurous acid and the Ifce). and further, organic carboxytic acids, defoaning agents and hard water softeners may 
be added to the developer and repienisher, if necessary. 

[0178] A printing plate which has been developed, by using the above developer and repienisher is post-treated wrfri 
water, a rinse solution containing surfactants and the ike, and a desensitizing solution containing gum arabic or a starch 
derivativa When the image reconJng material of the present invention is used as a printing plate for printing, a variety 
of combinations of the above described processings may be used for post -treatment 

[0179] Recently, an automatic processing machine has been widely used in plate making and printing industries in 
order to rationalize and standardize the plate making operation. In general, this automatic developing machine com- 
prises a developing section and a post-treating section, and further comprises a device for conveying a printing plate, 
processing tanks and spraying devices. In such an automatic processing machine, developing processing is effected by 
spraying processing solution pumped up by pump from a spray nozzle to an exposed printing plate, while the printing 
plate is being horizontally conveyed. In addition, there has also been found recently a processing method in which a 
printing plate is immersed in a processing solution tank filed with the processing solution while the printing plate is con- 
veyed by guide rote in the processing solution. In such automatic processing, the printing plate can be processed while 
replenishing a repienisher to each processing solution depending upon the amount of the printing plate to be proc- 
essed, working time and the fike. 

[01 80] A so-caHed dtecaidmg/processing which does not use a repienisher can be applied to the present invention, 
where a printing plate is processed with a fresh processing solution which has not been substantially used. 



41 



EP0909 657A2 



[0181] The case of using the image-forming material of the present invention as a planographic printing plate will be 
described. When there is an unnecessary image part (for example, a trace of film edge of an original film and the ike) 
on a planographic printing plate obtained by exposing image to fight after developing and water-washing and/or rinsing 
and/or removing gum, an elimination of its unnecessary image part is conducted. As a method of the elimination, a 
5 method such as described in Japanese Patent Application Publication (JP-B) Na 2-13293 wherein the elimination is 
conducted by coating an eliminating solution to an unnecessary image part and leaving for determined period and 
washing it by water, is preferabla However, a method such as described in Japanese Patent Application Laid-Open (JP- 
A) No. 59-1 74842 wherein an active radiation led through optical ffoer is irradiated to an unnecessary image part before 
development, can be utilized. 

10 [0182] The planographic printing plate thus obtained can be subjected to a printing step, if desired, after being coated 
with desensitizing gum. When a planographic printing plate having a higher plate wear resistance is desired, the plate 
is subjected to a burning treatment 

[0183] When a planographic printing plate is subjected to a burning treatment the plate is preferably treated with a 
counter-etching solution as described in Japanese Patent Application Publication (JP-B) Nos. 61 -251 8, 55-28062, Jap- 

is anese Patent AppScation Laid-Open (JP-A) Nos, 62-31859 and 61-159655. 

[0184] Such a treatment includes a method of coating a counter-etching solution on the plate using a sponge or an 
absorbent cotton impregnated with the counter-etching solution, or coating a counter-etching solution on the plate by 
immersing the plate in a tray filed with the counter-etching solution, and a method of coating the counter-etching solu- 
tion using an automatic coater. Further, leveling of an amount using a squeegee or squeegee roHer after coating gives 

20 better results 

[0185] In general, the amount of counter-etching solution to be applied is suitably 0.03 to 0.8 gftn 2 (dry weight). 
[0186] The planographic printing plate coated with the counter-etching solution is dried, if necessary, and heated to 
an elevated temperature with a burning processor (such as burning processor BP-1300, commercially available from 
Fuji Photo Rim Co., Ltd.). The heating temperature and duration are preferably in the range of 180 °C to 300 °C and 1 

25 to 20 minutes, respectively, depending on the Kind of components forming the image. 

[0187] The burning-treated planographic printing plate may be subjected to known treatments, such as washing with 
water, gum coating and the ike, if necessary. When a counter-etching solution containing a water-soluble polymer and 
the tike is used, a so-called desensitizing treatment such as gum coating and the like can be omitted. 
[0188] The pregraphic printing plate obtained by such a treatment is mounted to an offset printing press and used to 

30 print a lot of copies. 

[0189] The photosensitive composition and the image-forming material of the present invention respectively can 
express excellent properties. Furthermore, when they are used in combination thereof, they can express very excellent 
properties. Further, it is preferable for the solution containing the positive photosensitive corrposrtion to coat on the sub- 
strate and dry by device such a it of Fig. 1. 

35 

EXAMPLES 

[0190] The present invention wiH next be described in detail by way of examples, which should not be construed as 
limiting the invention. 

40 

Synthesis Example of copolymer 1 

[0191] Methacrytic acid 01.0 g, 0.36 mol). ethyl chloroformate (39.1 g, 0.36 md) and 200 ml of acetonrtrile were 
placed in a 500 ml thre&fiecked flask equipped with a stirrer, a cooling tube and a dropping funnel, and the mixture was 
46 stirred with cooling in an ice water bath. To this mixture, triethylamine (36.4g, 0.36 md) was added dropwtse through 
the dropping funnel over about 1 hour. After the completion of the addition, the ice water bath was removed, and the 
mixture was stirred tor 30 minutes at room temperatura 

[0192] To this reaction mixture; p-amincbenzenesurtonamide (51.7 g, 0.30 md) was added and the mixture was 
stiffed with heating in an oi bath at 70 °C for 1 hour. After the completion of the reaction, this mixture was poured into 

so 1 Rter of water with stirring and the resulting mixture was stirred for 30 minutes. This mixture was filtered and the deposit 
was isolated. This deposit was poured into 500 ml of water to form a slurry and the slurry was filtered. Then, the result- 
ing sdid was dried to obtain N-(pnanino6 46.9 g). 
[0193] Then, N^p-amirosutfonylphenyO (5.04 g, 0.021 mol), ethyl methacrytate (2.05 g, 0.0180 mol). 
acetonrtrile (1.11 g, 0.021 md) and 20 g of N,N-dimethytaretamide were placed in a 100 ml three-necked flask 

55 equipped with a stirrer, a coding tube and a dropping funnel, and the mixture was stirred with heating in a hot water 
bath at 65 °C. To this mixture, 0. 1 5 g of "V-65" (manufactured by Wako Pure Pharmaceutical Co., Ud.) was added and 
the mixture was stirred with maintaining at 65 Sunder a nitrogen stream for 2 hours. To this re^on mixture, a mixture 
of 5.04 g of N-(p-an*no6ulfonylphen^ 2.05 g o* ethyl methacrylate, 1.11 g of acetonrtrile, 20 g of N,N- 
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cfimethyiacetarride and 0.15 gof "V65" was further added dropwise through a dropping fumel over 2 hours. After the 
completion of the dropwise addition, the resulting mixture was further stirred at 65 °C for 2 hours. After the completion 
of the reaction, 40 g of methanol was added to the mixture. After coofing, the resulting mixture was poured into 2 liter 
of water wtth stirring and the mbctur 

15 g of a white soOd. The weight-average molecular weight (polystyrene standard) of this copolymer was measured by 
gel permeation chromatography. As a result rt was 53,000. 

Synthesis Example of copolymer 2 

[0194] According to the same manner as that described in Synthesis Example 1 except for changing N-(p-aminosul- 
fony^phenyl)methaCTylamide (5.04 g, 0.0210 mol) to NKp-bydrcocypherryO (3.72 g, 0.0210 mol) in the 

polymerization reaction of Synthesis Example 1, the polymerization reaction was performed to obtain a copolymer 2 
having a weight-average molecular weight (polystyrene standard) of 47,000. 

Production of substarte 

[0195| After an aluminum plate (type 1050) having a thickness of 0.30 mm was washed with trichtoroethylene to 
degrease it the plate surface was sand-blasted using a nyton brush and an aqueous suspension of 400 mesh Pamiston 
and washed well with water. This plate was immersed in a 25% aqueous solution of sodium hydroxide at 45 °C for 9 
seconds to etch rt, washed with water, vnmersed in 2% HNO3 for 20 seconds and again washed with water. At this point, 
the etched amount of the sand-blasted surface was about 3 Qfnf. Then, after 3 g/m 2 of a direct current^anodized oxide 
film was formed on this plate using 7% H2SO4 as an electrolysis solution at a current density of 1 5 Atfm 2 , the plate was 
washed with water and dried to form a substrate A. Then, the folowing subbing solution was coated on this aluminum 
plate and dried at 80 °C for 30 seconds to form a substrate B. The coated amount after drying was 10 mg/m 2 . 



Subbing solution 


p-aJanine 


0.5 g 


Methanol 


95g 


Pure water 


5g 



Example 1 

[0196] The following prx>to6ensrtrve solution A1 was coated on the resulting substrate B and dried at 1 00 °C tor 2 min- 
utes to form a layer (A). The coated amount after drying was 1.4 g/m 2 . 

[0197] Then, the following photosensitive solution B1 was coated thereon and dried at 100 °C for 2 minutes to form a 
layer (B), and a planographic printing plate was obtained. The total coated amount of the photosensitive solution after 
drying was 2.0 g/m 2 . 



Photosensitive solution A1 


Copolymer 1 


0.75 g 


Cyaninedye A 


0.04 g 


p-totuenesutfonic acid 


0.002 g 


Temarrydrophthalic anhydride 


0.05 g 


A dye prepared by using 1-napftthalenesuffonic anion as pair anion of Victoria Pure Blue BOH 


0.015 g 


Fluoro type surfactant (Megafack F-1 77 manufactured by Dainippon Ink & Chemfoate, Inc.) 


0.02 g 


y-butylrolactone 


8g 


Methyl ethyl ketone 


7g 
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(continued) 




Photosensitive solution A1 


1 -metaxy-2-propanoJ 


7g 



5 



Photosensitive solution B1 


mp-cresol novolak (nrvfc ratio: 6/4, weight-average molecular weight 4000) 


025 q 


CyaninedyeA 


0.05 g 


n-dodecyl stearate 


0.02 g 


Ruoro type surfactant (Megafack F-177 manufactured by Dainippon Ink & Chemicals, Inc.) 


0.05 g 


Methyl ethyl ketone 


7g 


1 -metoxy-2-propanol 


7g 



Example 2 

[0196] The following photosensitive solution A2 was coated on the resulting substrate B and dried at 1 00 °C for 2 min- 

25 utes to form a layer (A). The coated amount after drying was 1 .5 g/rn 2 . 

[01 99] Then, the following photosensitive solution B2 was coated thereon and died by the following method. That is, 
immediately after coating, a high-pressure air (3000 mmAq) was blown to the coating through a slit nozzle 12 and, at 
the same time, heating at 130 °C was performed by a heating roi, wherein a guide rol 14 was changed to a heating roll, 
in the drying zone shown in Fig. 1, and a layer (B) was formed, thereby a planographic printing plate was obtained. The 

30 total coated amount of the photosensitive solution after drying was 2.0 g/m 2 . 



Photosensitive solution A2 


mp-cresol novolak (mfc ratio: 6/4, weight-average molecular weight 4000) 


0.75 g 


Copolymer 2 


0.10 g 


CyarirtedyeB 


0.3 g 


2,6-bishydroxyiriethyl-p-cresol 


0.02 g 


p-toluenesuHbnic acid 


0.005 g 


TetrahydrophthaMc anhydride 


0.01 g 


A dye preparedbyusing 1-naphthalenesurfonic arifon as pair anion of Victoria Pure Blue BOH 


0.015 g 


Fkjoro type surfactant (Megafack F-177 manufactured by Dainippon Ink & Chemicats, Inc.) 


0.02 g 


Methyl ethyl ketone 


12 g 


1 -metoxy-2-propanol 


10 g 



Photosensitive solution B2 


mp-cresol novolak (rrvfc ratio: 6/4, weight-average molecular weight 4000) 


025 Q 
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(continued) 





Photosensitive solution B2 




CyarinedyeB 


0.07 g 


5 


n-dodecyl stearate 


0.02 g 




Ruoro type surfactant (Megafack F-177 manufactured by Dainippon Ink & Chemicals, Inc.) 


0.05 g 




Methyl ethyl ketone 


7g 


10 


1 -metaxy-2-propanoJ 


7g 



Comparative Example 1 



[0200] Only the photosensitive solution A1 used in Example 1 was coated on the resulting substrate B and died at 
75 1 00 °C for 2 minutes to form a photosensitive layer, thereby obtaining a planographic printing plate. The coated amount 
after drying was 1.4 g/m 2 . 

Comparative Example 2 

20 [0201] A photosensitive solution was prepared by use of a p-cresol novdak (m^> ratio: 6/4, weight-average molecular 
weight 4000) instead of the copolymer 1 of the photosensitive solution A1 used in Example 1. It was coated on the 
resulting substrate B and dried at 1 00 °C for 2 minutes to form a photosensitive layer, thereby obtaining a planographic 
printing plata The coated amount after drying was 1 .4 g/m 2 . 

25 (Evaluation of planographic printing plate) 

[0202] the planographic printing plates of Examples 1, 2 and Comparative Examples 1, 2 obtained as described 
above; were performed the evaluation according to the following criteria. These results are shown in Table 1 . 

30 (Sensitivity and latitude) 

[0203] The resulting planographic printing plates were exposed to infrared rays having a wavelength of 830 nm emit- 
ted from a semiconductor laser which have an output of 500 mW and a beam diameter of 1 7 urn (1/e 2) at a principal 
scanning rate of 5 rn/second. After exposure, the plates were processed through an automatic developing machine 

35 Hied with a developer, DP-4, and a rinse solution, FR-3 (1 :7), (manufactured by Fuji Photo Rim Ca, LM). In that case, 
two developers prepared respectively by diluting in a dilution ratio of t £ and 1 :6 were used, and each ine width of the 
resulting ron-image areas was measured. Then, each irradiation energy corresponding to the ine width was deter- 
mined and was taken as the sensitivity. A difference in sensitivity between the cases of diluting in a cfilution ratio of 1 £ 
and t :6 was recorded. The smaller the difference, the better the devetopmerrt latitude When the development latitude 

40 is not more than 20 mJ/cm 2 . it is a level enough to put in practice. 

(Plate wear resistance) 

[0204] The planographic printing plates processed with DP-4 (t :8) were subjected to printing on a woodfree paper by 
45 the use of a HeideJ KOR-D machine manufactured by Heidelberg Ca Printing was performed with wiping off the plate 
surface with a cleaner solution (Plate Cleaner CL2 manufactured by Fup Photo Rim Co., Ud.) every 5,000 copies. The 
total number of copies is shown in Table 1 . The total number of copies means the number of copies attained until so- 
called washed-out print occurs, that is, the photosensitive layer of the planographic printing plate causes a reduction in 
film thickness and ink is not applied partially. 

50 



Table 1 





Sensitivity 


(mJfcm 2 ) 


Development latitude 
(1*M1£) 


lumber of copies (x 10 4 
copies) 




DP-4(1:8) 


DP-4(1:6) 






Example 1 


150 


140 


10 


5.0 j 
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Table 1 (continued) 





Sensitivity 


(mJfcm 2 ) 


Development latitude 
(1:8M1«) 


Number of copi ee (x 1 0 4 
copies) 




DP-4(1:8) 


DP-4(1:6) 






Example 2 


150 


140 


10 


4.5 


Comparative example 1 


140 


80 


60 


4.0 


Comparative example 2 


150 


90 


60 


1.5 



[0205] As is apparent from Table 1, the planographic printing plate which has a double-layer structure photosensitive 
layer comprising a layer (A) and a layer (B) according to the present invention is superior in development latitude and 
plate wear resistance to Comparative Examples 1, 2, and further is also superior in sensitivity. On the other hand, the 
comparative examples having a photosensitive layer composed only of the layer (A) are inferior in development latitude 
and. particularly, Comparative Example 2 using no copolymer containing a specific monomer of the present invention 
is inferior in plate wear resistance. 

[0206] Accordingly, the photosensitive image-forming material for use with an infrared laser of the present invention 
can improve a poor image-forming property wherein an aqueous aikaii solution-soluble polymer compound is used in a 
recording layer. Further the photosensitive image-forming material can be suitably used as a photosensitive image- 
forming material which is free from im 

baity of stability to the concentration off a developing solution, that is, go 
resistance, at high sensitivity. 

Synthesis Example of copolymer 3 

[0207] Methacrylic acid (31.0 g. 0.36 mol). ethyl chloroformate (39.1 g, 0.36 moQ and 200 ml of acetonrtrile were 
placed in a 500 ml three-necked flask equipped with a stirrer, a cooling tube and a dropping funnel, and the mixture was 
stirred with cooling in an ice water bath. To this mixture, triethylamine (36.4 g, 0.36 mol) was added dropwise through 
the dropping funnel over about 1 hour. After the completion of the dropwise addition, the ice water bath was removed 
and the mixture was stirred at room temperature for 30 minutes. 

[0208] To this reaction mixture, p-airarefcenzenesuhonamide (51.7 g, 0.30 moQ was added and the mixture was 
stirred with heating in an oil bath at 70 °C for 1 hour. After the completion of the reaction, this mixture was poured into 
1 iter of water with stirring and the resulting mixture was stirred for 30 minutes. This mixture was ffiered and the deposit 
was isolated. This deposit was poured into 500 ml of water to form a slurry and this slurry was fitered. Then, the result- 
ing solid was dried to obtain N-(p-amirK>suhony^ as a white solid (yield: 46.9 g). 
[0209] Then. N-{r>^minosurlonylpn (4.61 g. 0.0192 mol). ethyl methacrytate (2.94 g, 0.0258 
mol), acrytonrfarie (0.80 g. 0.015 mol) and 20 g of N,N-dmethylacetamide were placed in a 20 ml three-necked flask 
equipped with a stirrer, a cooling tube and a dropping funnel, and the mixture was stirred with heating in a hot water 
bath at 65 °C. To this mixture, 0. 15 g of "V-65" (manufactured by Vvako Pure Pharmaceutical Co., Ltd.) was added and 
the mixture was stirred with maintaining at 65 °C under a nitrogen stream for 2 hours. To this reaction mixture, a mixture 
of 4.61 gof N-(r>arrinosulfonylphen 2.94 g of ethyl methacrytate, 0.80 g of acetonrtrile, 20 g of N,N- 
cfimethyfacetamide and 0. 1 5 g of "V-65" was further added dropwise through a dropping funnel over 2 hours. After the 
completion of the dropwise addition, the resulting mixture was further stirred at 65 °C for 2 hours. After the completion 
of the reaction, 40 g of methanol was added to the mixture. After cooling, the resulting mixture was poured into 2 liter 
of water with stirring and the mixture was stinred for 30 minutes. The deposit was isolated by titration and dried to obtain 
15 g of a white solid. The weight-average molecular weight (polystyrene standard) of this polymer compound was 
measured by gel permeation chromatography. As a result, it was 53.000. 

Synthesis Example 4 of copolymer 

[021 0] Acrylic acid (25.9 g, 0.36 mol). ethyl chforoformate (39.1 g, 0.36 mol) and 200 ml of acetonrtrile were placed 
in a 500 ml three-necked flask equipped with a stirrer, a cooling tube ami ad 

with cooling in an ice water bath. To this mixture; triethylamine (36.4 g, 0.36 mol) was added dropwise through the drop- 
ping funnel over about 1 hour. After the completion of the dropwise addition, the ice water bath was removed and the 
mixture was stirred at room temperature for 30 minutes. 

[0211] To this reaction mixture, p-aminobenzenesutfonamide (51.7 g, 0.30 mol) was added and the mixture was 
stirred with heating in an ofl bath at 70 °C for 1 hour. After the completion of the reaction, this mixture was poured into 
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1 1ter of water with stining and the resulting mixture was stirred for 30 minutes. This mixture was tittered and the deposit 
was isolated. This deposit was poured into 500 mJ of water to form a slurry and this slurry was f itered. Then, the result- 
ing solid was dried to obtain NKp-arnirK>surk>ny^ as a white sold (yield: 42.3 g). 
[0212] Then, N-fp^rx»uffori>iphenyO acrytamide (5.08 g, 0.0224 mol), methyl methacryiate (1.96 g, 0.020 mol). 

5 aacrytonrtnle (0.96 g. 0.018 moQ and 20 g of N,r4<f methyiacetemide were placed in a 20 ml three-necked flask 
equipped with a stirrer, a cooling tube and a dropping funnel, and the mixture was stirred with heating in a hot water 
bath at 65 °C. To this mixture, 0.15 g of "V-65" (manufactured by Wako Pure Pharmaceutical Co.. Ltd.) was added and 
the mixture was stirred with maintaining at 65 °C under a nitrogen stream for 2 hours. To this reaction mixture, a mixture 
of 5.08 g of N-(p-aminosurfonylphenyl) acrytamide, 1.96 g of methyl methacryiate, 0.96 g of acrytonrtrile, 20 g of N,N- 

io dimethyiacetamide and 0.15 g of "NA65" was further added dropwise through a dropping funnel over 2 hours. After the 
completion of the dropwise addition, the resulting mixture was further stirred at 65 °C for 2 hours. After the completion 
of the reaction, 40 g of methanol was added to the mixture. After cooling, the resulting mixture was poured into 2 liter 
of water with stirring and the mixture was stirred for 30 minutes- The deposit was isolated by filtration and dried to obtain 
15 g of a white sotid. The weight-average molecular weight (polystyrene standard) of this polymer compound was 

15 measured by gel permeation chromatography. As a result it was 47,000. 

Synthesis Example of copolymer 5 

[0213] N-{r>toluenesuriDnyOm^ (8.6 g, 0.036 mol), methyl methacryiate (1-20 g, 0.012 mol). acrytonrtrile 

20 (0.64 g, 0.01 2 mol) and 20 g of N,r44imethylacetamide were placed in a 20 ml three-necked flask equipped with a stir- 
rer, a cooing tube and a dropping funnel, and the mixture was stirred with heating in a hot water bath at 65 °C. To this 
mixture, 0. 1 5 g of "V-65T (manufactured by Wako Pure Pharmaceutical Co. , Lid.) was added and the mixture was stirred 
with maintaining at 65 °C under a nitrogen stream for 2 hours. To this reaction mixture, a mixture of 8.6 g of N-(p-tolue- 
nesutfonyf) methacrylamide, 1.20 g of methyl methacryiate, 0.64 g of acrytonrtrile, 20 g of N, dimethyiacetamide and 
25 0.15 g of "V-65" was further added dropwise through a dropping funnel over 2 hours. After the completion of the drop- 
wise adcfitton, the resulting mixture was further stirred at 65 °C for 2 hours. After the completion of the reaction, 40 g of 
methanol was added to the mixture After coding, the resulting mixture was poured into 2 liter of water with stining and 
the mixture was stirred for 30 minutes. The deposit was isolated by filtration and dried to obtain 15 g of a white solid. 
The weight-average molecular weight (polystyrene standard) of this polymer compound was measured by gel permea- 
30 tion chromatography. As a result it was 55,000. 

Examples 3-6 

[0214] According to the same manner as that descrt>ed above, a substrate A was produced and the substrate A was 
35 processed with an aqueous 2.5% (by weight) sodium silicate solution at 30 °C for 10 seconds. Then, the following sub- 
bing solution which contain polymer represented by the following general formulas (XVI) or (XVII) was coated thereon 
and dried at 80 °C for 15 seconds to form a substrate C 
[0215] The coated amount after drying was 15 mg/m 2 . 



40 





Subbing solution 




Porymer having a molecular weight of 28,000 represented by the general formulas (XVI)or (XVII) 


0.3 g 


45 


Methanol 


100 g 




Pure water 


19 



[0216] Each of the following photosensitive solutions 1 -4 was coated on the resulting substrate B so that the coated 
so amount is 1 .8 g/rn 2 to obtain pJanographic printing plates B1 -B4. 



55 
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General formula (XVI) 



General formula (XVII) 




CH 2 N*Et3Cr 



Photosensitive solution 1 




Copolymers 

m,p-cresol novolak (nVp ratio: 6/4, weight-average molecular weight: 3500, containing 0.3% by 
weight of unreacted cresoQ 

Sulfone compound (111-1) 

p-totuenesulfcxiic acid 

Tetrahydrophthalic anhydride 

Cyankiedye F 

A dye prepared by using 1 -rtaprrthaJenesufonic anion as pair anion of Victoria Pure Blue BOH 

Megafack F-177 (manufactured by Dainippon Ink & Chemicals, Inc., fluoro type surfactant) 

rbutyflactone 

Methyl ethyl ketone 

1-metoxy-2-propanol 




Cyan in© dye F 
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Photosensitive solution 2 


Copolymer 4 


0.3 g 


m,p-cresol novoiak (m/p ratio: 6/4, weight-average molecular weight: 3500, containing 0.5% by 
weight of un reacted cresol) 


0.7 g 


O. it,, ., ,-, n n .vtt n ■ wm| /III A \ 

Sutrone compound (I ll-4) 


0.26 g 


p-toluenesuHbnic acid 


0.003 g 


Tetrahydropt rthalic anhydride 


u.uo y 


CyaninedyeG 


0.015 g 


A dye prepared by using 1 -naphthalenesulfonic anion as pair anion of Ethyl Violet (manufactured by 
Orient Chemical Industry Co., Ltd) 


0.015 g 


Megatack F-177 (manufactured by Dainippon Ink & Chemicals, ha, fluoro type surfactant) 


0.05 g 


rbutySactone 


2g 


Methyl ethyl ketone 


20g 


1 -metocy-2-propanol 


ig 




Cyanine dye G 



ao; 



Photosensitive solution 3 


Copolymers 


0.9 g 


rrvp-cresol novoiak (mfa ratio: 6/4, weight-average molecular weight 3500, containing 0.5% by 
weight of unreacted cresoO containing 0.5% by weight of unreacted aesol) 


0.1 g 


SuHone compound (IIM4) 


0.16 g 


p-toluenesuttonic acid 


0.003 g 


Tetrahydrophthalic anhydride 


0.03 g 


Cyanine dye H 


0.008 g 


A dye prepared by using 1 -naphthaJenesuHonic anion as pair anion of Victoria Pure Blue 


0.015 g 


Megafack F-177 (manufactured by Dainippon Ink & Chemicals, Inc., fluoro type surfactant) 


0.05 g 


r-butylactone 


2g 


Methyl ethyl ketone 


20g 
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Photosensitive solution 3 



1-rnetaxy-2-propanol | 1 g 



O | £ J \J CH3 CyaninedyeH 



Photosensitive solution 4 


Copolymer of benzyl methacryiate and methacrytic acid (molar ratio: 7228, weight-average molecu- 
lar weight 70000) 


0.9 g 


p-aesol^enol/lormaldehyde ncvolak resin (p-cresoi/phenol = 5/5, weight-average molecular 
weight 3500, containing 0.5% by weight of unreacted cresoQ 


0.1 g 


DtsuHbne compound (11-3) 


0.05 g 


p-tohjenesurforic acid 


0.003 g 


Tetrahydrophthalic anhydride 


0.03 g 


Cyaninedyel 


0.017 g 


4-(r>+lydraxybenzoyiam^ 


0.01 g 


A dye prepared by using 1-naphthalenesuHdnic anion as pair anion of Victoria Pure Blue 


0.015 g 


Megafack F-177 (manufactured by Dainqppon Ink & Chemicals, Inc. ftuoro type surfactant) 


0.05 g 


rbutyt lactone 


2g 


Methyl ethyl ketone 


20g 


1 -metaxy-2-propanol 


ig 



OCWhA (^) CHaCH^HaCI Cyaninedyel 



a 



so 



EP0909 657A2 



Comparative Example 3 and 4 

[0217] The following photosensitive solutions 5 and 6 were respectively coated on the substrate B so that the coated 
amount is 1 .8 g/m 2 , and obtained planographic printing plates B5 and B6. 



Photosensitive solution 5 


Polymer compound 1 


0.7 g 


m,p-cresol novolak (m/p ratio: 6/4, weight-average molecular weight: 3500, containing 0.5% by 
weight of unreacted cresoi) 


0.3 g 


p4otuenesuffonic add 


0.003 g 


Tetrahydrophthalic anhydride 


0.03 g 


CyaninedyeF 


0.0017 g 


A dye prepared by using 1-naphthalenesuHonic anion as pair anion of Victoria Pure Blue 


0.015 g 


Megafack F-177 (manufactured by Dainippon Ink & Chemicals, Inc.. fluoro type surfactant) 


0.05 g 


7-butyllactone 


29 


Methyl ethyl ketone 


20g 


1 -metoxy-2-propanoi 


ig 




Photosensitive solution 6 


Ester of naphthoquinone-1 ^-Diazide-5-suHbnyl chloride and pyrogaHol -acetone resin (described in 
Example 1 of U.S. Patent No. 3.635.709) 


0.45 g 


Copolymer of NKp-aminosultoriyiphenYf) methacrylamide with methyl methacrytate (described in 
Synthesis Example 1 of EP-A2-330.239) 


1.10 g 


2-(p^etfx3xyphenyl>4.5-bis (tn^iiloromethyl)-s4riazlie 


0.02 g 


Ofl Blue #603 (manufactured by Orient Chemical Industry Ca, Ltd.) 


0.01 g 


2,6^M4xjtyl^5K2,6K*-t4xjtyMK^opyran^^ tetrafluorobo- 
rate (compound described in U.S. Patent Na 4,283,475) 


0.01422 g 


Megafack F-1 77 (manufactured by Dainippon Ink & Chemicals, Ina, fluoro type surfactant) 


0.06 g 


Methyl ethyl ketone 


10 g 


Methyl ceMosolve 


10 g 



[0218] The resulting planographic printing plates B-1 to B-4 of the present invention and planographic printing plates 
B-5 and B-6 of the comparative examples were exposed and developed in the same manner as that described above. 
In that case, two developers prepared respectively by cfkitang in a o^ution ratio of 1 :8 and 1 :12 were used, and an expo- 
sure amount wherein it is required to form an image using each developer, was measured. Then, a difference of the 
exposure amount was recorded(deveiopment latitude). The smaller the numerical value shown in the taUe2, the better 
the devekxpmemiatituda When 
tica 
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Table 2 





Planographic 
pnnnng piaies 


Substrate 


Coated photo- 
sensitive soiuoon 


Sensitivity (mJ/cm 2 ) 


Development 
latnuoe 
(mJ/cm 2 ) 










DP-4(1/8) 


DP-4 (1/12) 




Example 3 


B-1 


B 


1 


160 


160 


0 


Example 4 


B-2 


B 


2 


170 


170 


0 


Example 5 


B-3 


B 


3 


140 


160 


20 


Examples 


B-4 


B 


4 


180 


180 


0 


Comparative 
example 3 


B-5 


B 


5 


180 


Poor develop- 
ment 




Comparative 
example 4 


B-6 


B 


6 


200 


Poor d€vekx> 
ment 





[0219] As rs apparent from Table 2, the planographic printing plates B-1 to B-4 using a cfisuHon or suHone compound 
are superior in development latitude to the planographic printing plates B-5 and B-6, and are in a level enough to put In 
practice. 

(Examples 7-10, Comparative Examples 5-6) 

[0220] Accorcfi ng to the same manner as that described in Examples 7-10 and Comparative Examples 5-6 except for 
changing the substrate B to the substrate C, planographic printing plates C-1 to C-6 were obtained, respectively. 
[0221] The resulting planographic printing plates C-1 to C-1 4 of the present invention and planographic printing plates 
C-5 and C-6 of the comparative examples were exposed to infrared rays having a wavelength of 830 nm, emitted from 
a semiconductor laser having an output of 500 mW and a beam diameter of 17 ^im (1/e 2) at a principal scanning rate 
of 5 rrvsecond. After exposure, the plates were processed through a PS processer 900 VR (manufactured by Fuji Photo 
Rim Co., Lftd.) filled with two kinds of developer having a different dilution rate of the following composition (developer 
1, developer 2), and a rinse solution. FR-3 (diluted in a rate of 1:7). In that case, an exposure amount required for the 
formation of an image using each d*vetoper was measured. Then, a difference (development latitude) was recorded. 



Developer 1 


D-sortxtol 


5.1 parts by weight 


Sodium hydroxide 


1.1 parts by weight 


Tiiethanoiamrie ethylene oxide adduct (30 mot) 


0.03 parts by weight 


Pure water 


93.9 parts by weight 



Developer 2 


D-sortxtoJ 




5.1 parts by weight 


Sodium hydroxide 




1.1 parts by weight 


Triethanolamine ethylene oxide adc 


luct(30md) 


0.03 parts by weight 
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(continued) 


Developer 2 


Pure water 


| 140.7 parts by weight 



Table 3 





Planographic 
printing plates 


Substrate 


Coated pnoto- 
sensithre solu- 
tion 


Sensitivity (mJ/cm 2 ) 


Development 
latitude 
(nrvJ/cm 2 ) 










Developer 1 


Developer 2 




Example 7 


C-1 


C 


1 


170 


170 


0 


Example 8 


G-2 


C 


2 


180 


190 


10 


Example 9 


C-3 


C 


3 


180 


200 


20 


Example 10 


G4 


C 


4 


180 


180 


0 


Corrparative 
example 5 


C-5 


C 


5 


140 


Poor develop- 
ment 




Comparative 
example 6 


C-6 


C 


6 


210 


Poor develop- 
ment 





[0222] As is apparent from Table 3, the planographic printing plates C-1 to C-4 using a disuffon or sutfone compound 
are superior in development latitude to the planographic printing plates C-5 and C-6 of the comparative examples. 

Claims 

1 . A positive type photosensitive image-forming material for use with an infrared laser, comprising: 
a substrate; 

a layer (A) containing not less than 50% by weight of a copolymer which contains, as a copolymerization com- 
ponent, not less than 10% by mol of at least one of the foBowing monomers (a-1) to (a-3): 

(a-1 ) a monomer having in the molecule a sulfonamide group wherein at least one hydrogen atom is inked 
to a nitrogen atom, 

(a-2) a monomer having in the molecule an active irrino group represented by the following general for- 
mula (I): 

0 
B 

-C-N-S- (I) 

I I I 

OHO 



and 

(a-3) a monomer selected from acryt amide, methacrytamide, acrylate, methacrytate and hydroxystyrene, 
which respectively have a phenolic hydroxyl group; and 

a layer (B) containing not less than 50% by weic^ of an aqueous altalisolufon-^ 

hydroxyl group, said layer (A) and said layer (B) being laminated on said substrate in that order, wherein at 
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least said layer (B) contains at least one compound which generates heat upon absorbing light 

2. A positive type photosensitive image-forming material for use with an infrared laser according to claim 1, wherein 
the monomer (a-1 ) is selected from lew-molecular weight compounds having an acrytoyi group, an aiyl group or a 
vinyloxy group, and having a substituted or mono-substituted airinosuHonyi group or a substituted iminosulfbnyl 
group. 

3. A positive type photosensitive image-forming material for use with an infrared laser according to claim 1 , wherein 
the monomer (a-2) is at least one compound selected from N-(p-toluene6uffor^methacrylamide and N-(p-tolue- 
nesijHbnyQacrylarnde. 

4. A positive type photosensitive image-forming material for use with an infrared laser according to claim 1 , wherein 
the monomer (a-3) is at least one compound selected from N^44iydraxyphenyl)aay»arrKle, N-(4-hydroxyphe- 
nyQmethaoylamide, o-hydroxyphenyl acryiate, m-hydroxyphenyl acryiate, p-hydroxyphenyl acryiate, o- hydroxy- 
phenyl methacrylate, m-hydroxyphenyl methacrylate, p-hydroxyphenyl methacrylate, o-hydroxystyrene, m- 
hydroxystyrene and p-hydroxystyrene. 

5. A positive type photosensitive image-forming material for use with an infrared laser according to claim 1 , wherein 
a coated amount of said layer (A) is in the range from 0.5 to 4.0 g/m 2 . 

6. A positive type photosensitive image-formi ng material for use with an infrared laser according to claim 1 . wherein 
the copolymer contained in said layer (A) has a weight-average molecular weight of not less than 2000 and a 
number-average molecular weight c* not less than 500. 

7. A positive type photosensitive image-forming material for use with an infrared laser according to claim 1 , wherein 
a degree of molecular dispersion (weight-average molecular weight/number-average molecular weight) of the 
copolymer contained in said layer (A) is from 1.1 to 10. 

& A positive type photosensitive image-forming material for use with an infrared laser according to claim 1 , wherein 
a material, which is thermaly decorrposabi e and, in a norvdecornposable state, is capable of substantially lowering 
the solubility of the aqueous alkali-soluble polymer compound, is used in combination with the above copolymer as 
the composition forming the layer (A). 

9. A positive type photosensitive image-forming material for use with an infrared laser according to claim 8, wherein 
the substance, which is thermally decomposable and, in the non-decomposaWe state, is capable of substantially 
lowering the solubility of the aqueous alkali-soluble polymer compound, is selected from on urn salt, quinonetfi- 
azide compound, aromatic suttone compound and aromatic sulfonate compound. 

10. A positive type photosensitive image-forming material for use with an infrared laser according to claim 1 , wherein 
the resin contained in said layer (B) has a weight-average molecular weight of from 500 to 20000 and a number- 
average rrx)»e<xilarw«ghtof from 200 to 10000. 

11. A positive type photosensitive image-forming material for use with an infrared laser according to claim 1 , wherein 
the compound which generates heat upon absorbing ight contained in said layer (B) is selected from the group 
consisting of the pigments or the dyes. 

12. A positive type photosensitive image-forming material for use with an infrared laser according to claim 1 , wherein 
the aqueous alkali solution-soluble resin having a phenolic hydroxyl group contained in said layer (B) is selected 
from novoiak resins such as phenol formaldehyde resin, m-cresol formaldehyde resin, p-cresoi formaldehyde resin, 
nv7jf>- mixed cresol formaldehyde resin, and phenoVcresoJ (any of m-, p- or m-/p- mixed) mixed formaldehyde resin. 

13. A positive type photosensitive image-forming material for use with an infrared laser according to claim 1 , wherein 
said substrate is made of a polyester fftm or an aluminum plate. 

14. A positive type photosensitive image-forming material for use with an infrared laser according to claim 1 , wherein 
the compound which generates heat upon absorbing Kght has a Bght absorption region in the infrared region of 700 
nm or more, and exhibits the abiity to convert light to heat under light of a waveJength within this region. 
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15. A positive type photosensitive image-forming material for use with an infrared laser according to claim 1. wherein 
a light source to be used is one or a soJid state laser and semiconductor. 

16. A positive type photosensitive composition for use with an infrared laser, comprising: 

at least one alkali-soluble resin; 

a compound generating heat upon absorbing light; and 

at least one of compound (I) or compound (I I) represented by the following formula: 

R 1 -S0 2 -S0 2 -R 2 (10 
tf-SOz-F* 2 (III) 

wherein R 1 and R 2 may be the same or different and R 1 and R 2 each represents a substituted or non-substi- 
tuted alkyl, alkenyl or aryl group, 

17. A positive type photosensitive composition for use with an infrared laser according to claim 16. wherein said aJkaS- 
sofoWe resin is one of a resole type phenol resin or novolak type phenol resin. 

18. A positive type photosensitive composition for use with an infrared laser according to claim 16, wherein a weight- 
average molecular weight of the afcaf-sduble resin is in the range from 500 to 200,000 and a number-average 
molecular weight of the alkali-soluble resin resin is in the range from 200 to 60,000. 

19. A positive type photosensitive composition for use with an infrared laser accord ng to claim 16, wherein said pho- 
tosensitive composition contains at least one selected from onium salts, quinonecf azide conrpounds, aromatic sul- 
fone compounds and aromatic sulfonate compounds. 

20. A positive type photosensitive image-forming material for use with an infrared laser according to claim 8, wherein 
the substance, which is thermally decomposable and, in the non-decomposable state, is capable of substantially 
lowering the solubility of the aqueous alkali-soluble pofymer compound, contains at least one of compound a com- 
pound (II ) or (III) represented by the following formula: 

R 1 -S0 2 -S0 2 -R 2 (II) 

R^SCVR 2 (i») 

wherein R 1 and R 2 may be the same or different, and R 1 and R 2 each represent a substituted or non-substituted 
afcyl, alkenyt or aryl group. 
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